Properties and processing of direct-spun carbon nanotube mats by Stallard, Joe
Properties and processing of direct-spun
carbon nanotube mats
Joe C. Stallard
Supervisor: Prof. N. A. Fleck
Department of Engineering
University of Cambridge
This dissertation is submitted for the degree of
Doctor of Philosophy
Queens’ College September 2019

Declaration
This thesis is submitted for the degree of Doctor of Philosophy at the University of Cambridge.
The work presented in this thesis was carried out during the period from October 2015
to September 2019 at the Cambridge University Engineering Department, under the super-
vision of Professor Norman A. Fleck. The research was funded by the Engineering and
Physical Sciences Research Council through a PhD Studentship in Engineering and under
the grant titled “Advanced nanotube application and manufacturing (ANAM) initative”, No.
EP/M015211/1.
The dissertation is the result of my own work, and includes nothing which is the outcome
of work done in collaboration except as declared in the text and acknowledgements. It is
not substantially the same as any that I have submitted, or is being currently submitted for a
degree or diploma or other qualification at the University of Cambridge other than as declared
here or as specified within the text. The work in Chapter 4 was done in collaboration with
Dr. Wei Tan (University of Cambridge), who aided with experiments and finite element
calculations.
This thesis does not exceed the word limit or maximum number of figures required by





I would like to thank my supervisor, Professor Norman Fleck, whose dedication to materials
and science is matched by his passion for passing on his philosophy of thought and argument.
He has been supportive and encouraging throughout my PhD, offering a combination of
academic freedom, generous resources, great wisdom, and invaluable scrutiny. His broad
knowledge, extensive network and enthusiasm have been of immense value, alongside his
inspirational dedication to research questions of real interest, and courage in tackling the
unknown.
I would also like to acknowledge the other academics who have followed my work over
many talks and meetings as part of the ANAM initiative. Dr Adam Boies has provided
me with so many opportunities to share my research with others, useful collaboration, and
encouragement. Dr Michael De Volder and his lab offered great advice on chemistry, and
exciting collaboration. Professors James Elliott and Alan Windle provided illuminating
discussion and commentary on my work throughout my studies. Regular meetings with the
industrial partners in the initiative were a frequent source of useful scrutiny and inspiration
alike. In the closing stages of my PhD research I was also grateful for discussions with
Professor Tobias Kraus of the Leibniz Institute for New Materials, whose knowledge of
colloidal theory and engaged approach was most helpful in clarifying my understanding of
interactions between carbon nanotubes and chlorosulfonic acid.
Upon arrival in Cambridge I was most grateful for the assistance of Dr Fiona Smail, who
shared an extensive knowledge of literature and useful guidance. The fourth chapter in this
thesis is the result of an extensive collaboration with Dr Wei Tan, who undertook numerous
experiments and worked closely with me over many iterations of micromechanical models
for the composite microstructure. I couldn’t give enough thanks for the extensive experience
and expertise of the technicians at Cambridge — my work on superacid processing would
have been impossible without the resources provided by Len Howlett. I have relied on the
skills of Simon Marshall, Stefan Savage, and Daniel Flack to manufacture equipment. Alan
Heaver provided much useful guidance (personal and professional); Simon Griggs and Dr
vi
Thurid Gspann at the Materials Science department were welcoming, supportive, and shared
extensive knowledge of microscopy. Dr Xiao Zhang and Dr Hadi Modarres both assisted
with Raman analysis and thermogravimetric characterisation.
The company and friendships of my fellow PhD students Frederik Van Loock, Adam Boyce
and Hamsini Suresh were invaluable throughout my time at Cambridge. I will never forget
the fantastic times we spent together discussing so many aspects of life and research, and
the camaraderie they provided. Other researchers in the Oatley Lab — Dr Emilio Martínez-
Pañeda, Dr Philipp Seiler, Dr Karthikeyan Kandan, and Dr Harika Tankasala — provided
critique and shared extensive knowledge.
My college community has also been an immense source of friendship and support through-
out my studies. I owe the most to my housemates, Andrea Wessendorf, Xuezi Ma, Francesca
van Tartwijk, Mansoor Ahmed (and Emma Rengers), Mistral Contrastin, Avagi Stavropoulou-
Tatla, and Jolly Dusabe, for their friendship. The fellows and staff at Queens’ have always
been friendly and inspirational. They endow the college with immense dedication to serving
students, research and community alike.
Finally, I must thank my family — my parents Hugh and Tina Stallard, my sister Kim
Stallard, and my grandmothers Heather Stallard and Margaret Gould, for their endless
warmth, encouragement, and advice. This thesis is as much theirs as it is mine — I am so
thankful for their encouragement of me throughout my life, their infectious love of learning,
and example of what can be achieved through hard work.
Abstract
The mechanical and electrical properties of direct-spun carbon nanotube mats are investi-
gated. Processing techniques which enhance their performance are developed, and their
effects are characterised and understood through experiment and micromechanical modelling.
Macroscopic carbon nanotube material properties are surmised with material property charts
that elucidate the relationships between processing, microstructure and properties, and identi-
fy the contribution of different carbon nanotube morphologies to material-property space.
The mechanical and electrical properties of a direct-spun carbon nanotube mat are de-
termined. Formed from a 2D network of interconnected nanotube bundles, the measured
stress-strain response is elasto-plastic, with orientation hardening. In-situ microscopy reveals
foam-like deformation of the bundle network due to macroscopic strain. A micromechanical
model is developed to relate the macroscopic mechanical properties to those of the nanotube
bundles. Direct-spun carbon nanotube mat-epoxy composites are manufactured with varying
volume fractions of air, epoxy, and nanotube bundles. Their electrical conductivity relates
proportionally to the nanotube bundle volume fraction, whereas their strength and modulus
depend nonlinearly upon the nanotube bundle and epoxy volume fractions. A unit cell
idealisation of the composite microstructure captures the variation in modulus and strength
over the compositional range.
The stress-strain response of a direct-spun mat is measured whilst immersed in organic
solvents and in chlorosulfonic acid. Softening observed upon immersion in organic solvents
is attributed to a reduced contact area between bundled nanotubes. Upon chlorosulfonic acid
immersion nanotubes separate, resulting in ductile behaviour. A tensile drawing process
based upon solutions of chlorosulfonic acid and chloroform is capable of enhancing the
modulus and strength of direct-spun mat samples; the properties of the drawn mats are
investigated as a function of draw strain and chosen fluid.
viii
The thesis concludes with recommendations for future work — in furthering the under-
standing of the relationship between direct-spun mat microstructure and properties, and in
enhancing performance.
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In his 1991 paper, “Helical microtubules of graphitic carbon” [1], Iijima described carbon
nanotubes (CNTs) which were produced with the arc-discharge method. Presenting electron
micrographs, he revealed a structure of concentric seamless tubular shells spaced 0.34 nm
apart, and used diffraction patterns to measure the varying orientations of the hexagonal
carbon lattice which comprised them (now known as the chiral vector). Whilst Iijima may
not have been first scientist to observe CNTs [2–4], his clear and unambiguous description of
their structure, and suggestion of their potential as building blocks for materials with extreme
properties above the nanoscale, is credited with spawning what remains a major field of
materials research today. At present, the world’s knowledge and interest in the properties and
applications of these once enigmatic nanoscale particles and their bulk materials continues to
expand apace.
1.1 The structure, properties and applications of carbon
nanotubes
CNTs are hollow tubular structures comprised from seamless coaxial graphitic carbon shells
(or walls), each one atom in thickness. The structure of concentric shells, with spacing of
0.34 nm between the mid-plane of each shell, is illustrated in Figure 1.1a. The diameters of
the innermost shells can be as small as 0.4 nm [5]. A CNT consisting of a single graphitic
shell is termed a single-walled carbon nanotube (SWNT), a CNT with two walls is known as
a ‘double-walled nanotube’ (DWNT), thereafter a CNT with three or more shells is termed a
‘multi-walled nanotube’ (MWNT). The distinct feature of highly ordered tubular graphitic
shells distinguishes CNTs from carbon nanofibers (CNFs), which are formed from stacked































(b) Chiral angle definition
Fig. 1.1 The structure of CNTs, showing (a) the concentric structure of cylindrical carbon
shells, and (b) the lattice orientation within the walls.
wall is measured relative to the so called zig-zag direction within the hexagonal lattice of
covalently bonded carbon atoms which comprises each wall. Consider the graphitic lattice
drawn in Figure 1.1b. A CNT could be constructed by joining the lattice along the two
parallel lines A−B and A′−B′. The chiral vector c⃗ drawn parallel to the hoop direction of
the nanotube wall makes an angle φ with the zig-zag direction, known as the chiral angle.
For a zig-zag nanotube, φ = 0◦, whereas for a so-called armchair CNT, φ = 30◦.
The measured tensile Young’s modulus, ultimate tensile strength and electrical and thermal
conductivity of CNT walls reported in literature and normalised by their density are plotted in
the charts of Figure 1.2 and Figure 1.3, alongside those of conventional engineering materials
[7–27]. The specific mechanical properties of individual CNT walls are much above those of
all conventional engineering materials. Stiff covalent bonds within the walls endow them with
a high in-plane modulus and ultimate strength. The specific thermal conductivity of carbon
nanotube walls is much above those of conventional engineering materials, and the specific
electrical conductivity of individual CNTs varies widely as a function of their diameter, chiral
angle, and number of walls [19–29].
A timeline of milestones, discoveries and significant commercial events since carbon nan-
otubes were first reported by Iijima [1] is presented in Figure 1.4 [1, 30–47], with particular
regard to the manufacture of carbon nanotube mats and fibres. Key to the mass production of












































































Specific Strength (MPa/(kgm-3)) 
Fig. 1.2 The specific tensile Young’s modulus and ultimate tensile strength of carbon nanotube
walls as reported in literature, compared with those of conventional engineering materials
[7–13].
CNTs has been development of chemical vapour deposition (CVD) production processes, es-
pecially with fluidised bed reactors [48, 49]. In CVD production processes, carbon nanotubes
grow in a carbon-rich atmosphere from the surface of hot metal catalyst particles [50]. If
the metal catalyst particles are seeded upon a substrate, CNTs grow into a vertically aligned
array — a so-called CNT forest [51]; if catalyst particles are contained within the reactor gas
(referred to as a fluidised bed), CNTs may be extracted in powder form suitable for further
processing, either continuously or in batches [52]. One variant of the CVD growth process,
the Cambridge direct-spinning process, involves the continuous spinning of a CNT aerogel
from the gas phase to form direct-spun mats or fibres, and has received much attention since






























































Fig. 1.3 The specific electrical and thermal conductivity of carbon nanotube walls as reported
in literature, compared with those of conventional engineering materials [12–27].
process arises from its potential for continuous production [53], and because the CNTs it
produces are long at up to 1 mm in length [54] and remain contained within the direct-spun
mats and fibres. This eliminates the risks associated with inhalation of much shorter CNTs in
powder form [55].
Macroscopic materials containing carbon nanotubes are now employed in multiple appli-
cations, and research spans a multitude of possible uses [48, 62]. The diverse list of CNT
research topics includes water filtration [63], structural components [64], thermal man-
agement [65–67], and radiation shielding [68]. CNT transistor technology has also been
developed to store and process data [34, 47]. Sustained industrial and academic interest
1.1 The structure, properties and applications of carbon nanotubes 5
 







group in Rice 
produce CNTs by 
laser ablation 
Smalley’s group at 
Rice produce HiPco 
CNTs at 10g/day 
Li et al. report invention 
of the Cambridge direct-
spinning process 
NANOCOMP is 
formed in New 
Hampshire, USA, to 
produce direct-spun 
mats and fibres 
Juno Space craft uses 
Nanocomp CNT sheets for 
EMI shielding  
NASA test fly CNT 
fibre-wrapped 
propellant tanks  
Nanocomp move to new factory 
in Merrimack, aiming to produce 






















Greg Schmergel and Thomas 
Rueckes found Nantero, 
aiming to commercialise 
CNT-based data-storage  
Nantero licenses 
its technology to 
Fujitsu. 
DexMat spun out of 
Rice to spin CNT 
fibres from acid 
Foundation of 
Cheap Tubes Inc. 
by Mike Foley  
Growth of CNTs on 




Yacamán reports first 
CVD growth of CNTs 
with acetylene over 
iron particles  
Fig. 1.4 Milestones in CNT production technology and application [1, 30–47].
in CNT technology has arisen due to the impressive mechanical, electrical and thermal
properties of the tubes themselves, and because of the widely varied microstructures and
properties of different macroscopic CNT materials [69]. The pace of academic research,
quantified by the number of carbon nanotube-related publications per year [56], is plotted in
Figure 1.5 against time, alongside the annual rate of CNT-related patent publications [57].
The number of tonnes of CNTs produced per year [48, 58] and retail cost of carbon nanotubes
per unit mass [30, 59] are also included. Since 2015 over 4,000 patents have been published
about carbon nanotube-related technologies each year. Alongside, the financial value of the
global CNT market grew from USD 600 million in 2010 [60] to USD 4.55 billion in 2018
[61]. China has the largest national share of CNT-related scientific publications, accounting
alone for 25% of the world’s total; the USA follows with 22%, and Japan and South Korea
have 8.5% and 7.1% respectively [56]. Annually, thousands of tonnes of CNTs are produced
each year [48], and production costs for bulk grown CNT powders have fallen as low as 0.6
USD/gram at the time of writing [30]. Though much below historical costs of production
[59], this cost remains much above that of most engineering materials [12].
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Fig. 1.5 Annual production volumes, and industrial and academic interest in CNT research
[30, 48, 56–61].
1.2 Questions for research
The successful application of macroscopic carbon nanotube materials will ultimately depend
upon their properties, and their cost relative to other engineering materials. Three clear
research questions emerge:
• What are the properties of macroscopic carbon nanotube materials and their composites:
can they exceed the properties of other engineering materials?
• How do the properties of macroscopic carbon nanotube materials and their composites
relate, through micromechanical phenomena, to their microstructures? What limits
their modulus and strength?
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• How can the properties of carbon nanotube materials be enhanced? How can the
microstructure of macroscopic carbon nanotube materials be tailored to increase their
tensile strength, modulus and electrical and thermal conductivity?
In this thesis, these three questions are explored, with particular reference to a particular
macroscopic CNT material: direct-spun mats, produced via the Cambridge direct-spinning
process [31].
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Fig. 1.6 The Cambridge direct-spinning process [31, 70–72], and image of typical direct-spun
mat microstructure from scanning electron microscopy.
A schematic of the Cambridge direct-spinning process is presented in Figure 1.6. A carbon
source, often methane, is mixed with iron and sulphur catalysts and a carrier gas, typically
hydrogen, in a furnace at 1570 K [71]. The catalysts initially vaporise but later, as the mixture
cools, iron nanoparticles re-condense out of the gas phase. The iron particles grow, and
develop a sulphur coating [70]. Fullerene caps form on the surfaces of the nanoparticles, and
the caps then evolve into individual CNTs [50]. The CNTs bind together into a network of
CNT bundles by van der Waals attraction [70]. This forms a cylindrical aerogel ‘sock’, and
the sock is drawn from the reactor by winding it on to a mandrel. The degree of anisotropy
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in direct-spun mats and fibres is sensitive to the ratio of drawing speed and gas flow velocity
[71, 72]. Many layers of drawn CNT aerogel stack to form a carbon nanotube mat. Immersion
in a solvent, typically acetone, followed by evaporation, results in capillary condensation
and a thinner, denser sheet [73]. Alternatively, spraying the aerogel sock with solvent as it is
drawn from the reactor promotes its collapse into a direct-spun fibre.
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Fig. 1.7 Hierarchical microstructure of direct-spun carbon nanotube mat.
The hierarchical microstructure of direct-spun carbon nanotube mats is illustrated in Figure
1.7. The multi-layered mat microstructure is comprised of an interlinked network of carbon
nanotube bundles; each bundle typically contains tens of carbon nanotubes. The modulus and
tensile strength of direct-spun materials varies widely as a function of chosen manufacturing
parameters and microstructure [53]; the strongest fibres reported in literature possess ultimate
tensile strengths in the GPa range [54]. Direct-spun carbon nanotube materials have been
processed into polymer composites [74], yet a comprehensive understanding of the origin of
their properties, and their limits, remain fundamental topics for research.
1.4 Scope of thesis
In this thesis, the research questions outlined in section 1.2 are addressed, as follows:
• In chapter 2, the properties of macroscopic carbon nanotube materials and CNT-
polymer composites are summarised with material property charts. The properties
of the macroscopic carbon nanotube materials are compared with those of other
conventional engineering materials to identify their contribution to material property
space. Relevant literature regarding the mechanical behaviour of CNTs, CNT bundles,
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CNT mats and fibres, and CNT-polymer composites is reviewed, alongside methods
for the dispersion of CNTs in fluids.
• In chapter 3, a direct-spun carbon nanotube mat is characterised by measuring its
stress-strain response under uniaxial tension, electrical conductivity, and piezoresistive
behaviour. In-situ uniaxial tensile tests capable of tracking the evolution of the mat’s
bundle microstructure motivate the development of an analytical model, which relates
the macroscopic strength and stiffness of the mat to the mechanical properties of the
constituent carbon nanotube bundles.
• Chapter 4 presents a comprehensive investigation into the manufacture and properties
of direct-spun carbon nanotube mat-epoxy composites. Critical experiments and
models are used to characterise and infer the effect of epoxy infiltration upon the mat
microstructure of interconnected CNT bundles, which leads to a synergistic increase in
both modulus and strength.
• In chapter 5, the behaviour of a direct-spun carbon nanotube mat is investigated upon
immersion in common solvents and chlorosulfonic acid. The dramatic increase in
ductility upon chlorosulfonic acid immersion facilitates the development of a drawing
process, the effect of which is to enhance the mat modulus, strength and electrical con-
ductivity. The mechanisms behind softening in solvents and superacids are investigated
with a micromechanical model of the CNT bundle microstructure and by application
of colloidal theory.
• In chapter 6, the thesis concludes with a summary of key findings, and suggested
directions for future research.
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1.5 Published works and conference communications
The following papers have been published in scientific journals:
• Based on chapters 2 and 3:
J. C. Stallard, W. Tan, T. S. Gspann, A. M. Boies, N. A. Fleck. “The mechanical and
electrical properties of direct-spun carbon nanotube mats”. Extreme Mechanics Letters
21 (2018), pp. 65-75. https://doi.org/10.1016/j.eml.2018.03.003
• Based on chapters 2 and 4:
W. Tan, J. C. Stallard, F. R. Smail, A. M. Boies, N. A. Fleck. “The mechanical and
electrical properties of direct-spun carbon nanotube mat-epoxy composites”. Carbon
150 (2019), pp. 489-504. https://doi.org/10.1016/j.carbon.2019.04.118
Two publications based on work reported in chapter 5 remain in progress:
• J. C. Stallard, W. Tan, A. M. Boies, N. A. Fleck. “Effects of immersion and drawing
in solvents and superacids on the mechanical and electrical properties of direct-spun
carbon nanotube mats”.
• J. C. Stallard, M. Glerum, A. M. Boies, M. F. L. De Volder, N. A. Fleck. “Immersion
and drawing of direct-spun CNT mats in electrolytic fluids”
The work herein has been presented at a number of research talks, most notably:
• J.C Stallard, W. Tan, F.R. Smail, T.S. Gspann, A.M. Boies, N.A. Fleck. “The me-
chanical and electrical properties of direct-spun carbon nanotube mats”, Micro and
Nanomechanics Systems, 10th European Solid Mechanics Conference, Bologna, Italy,
July 2018. (Keynote).
• J.C. Stallard, “Mechanical properties of carbon nanotube webs”. International Work-
shop on Graphene and Carbon Nanotubes in Experimental Mechanics, Manchester,
UK, May 2019. (Invited).
• J.C. Stallard. “The properties of direct-spun carbon nanotube mats”. Nano-Carbon
Enhanced Materials (NCEM) Consortium, Cambridge, July 2019. (Guest Speaker).
Chapter 2
Literature review
2.1 The manufacture and properties of macroscopic CNT
materials
The density, Young’s modulus, strength, and electrical and thermal conductivity of CNT
materials and CNT-polymer composites span many orders of magnitude as a function of
their manufacturing routes and resultant microstructures. Now, routes for CNT synthesis
and methods for the manufacture of macroscopic CNT materials are discussed, and their
properties are summarised with charts to explore their relationship with microstructure.
2.1.1 Production of CNTs
Early methods of CNT production such as the arc-discharge method developed by Iijima
in 1991 [1] and the laser ablation method reported by the Nobel Laureate Richard Smalley
in 1995 [33] required high energy inputs, for relatively low CNT yields. This motivated
the development of vapour-phase catalytic production methods as used in the commercial
manufacture of carbon fibres [75]. Whilst the earliest report of CNT growth from a vapour
phase was reported in 1993 [32], the use of transition metal catalysts enabled CNT growth
at lower temperatures. In 1996 researchers grew CNT forests from the surface of silicon
substrates seeded with metal nanoparticles [51], and in 1998, Dresselhaus et al. reported the
formation of CNTs from a floating catalyst within a furnace [76]. At first, CNTs did not
develop in sufficient quantities to be spun directly from the reactor, and simply collected
on the internal reactor walls [76]. The optimisation of reactor parameters by Li et al. —
particularly the control of sulphur content — enabled the creation of CNTs at a sufficient rate
to form an aerogel that could be spun directly from the furnace [31]. Today, floating catalyst
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(or fluidised bed) chemical vapour deposition production methods, where catalyst particles
are suspended as a homogeneous mix with source hydrocarbon gases, remain the dominant
method for industrial CNT production [48, 49]. CVD methods are capable of producing
large volumes of CNTs continuously, with a degree of control over their properties (number
of walls, diameter, length and chirality). For example, carbon monoxide may be used as a
carbon source with an iron pentacarbonyl catalyst to produce SWNTs in a pressurised furnace
— the so-called HiPco process [77]. A catalyst of cobalt, molybdenum and silicon dioxide
is also used to preferentially produce SWNTs [78]. For direct-spun CNT mat and fibres,
the relative proportions of SWNTs, DWNTs and MWNTs, and the process yield, are both
sensitive to the choice of carbon precursor (for instance, methane, acetylene or ethylene), and
to the ratio of iron and sulphur catalysts; the influence of process parameters upon materials
manufactured with the Cambridge direct-spinning process are reviewed elsewhere [53].
2.1.2 Classification and manufacture of macroscopic CNT materials
Consider macroscopic materials which are predominantly comprised of CNTs. Their methods
of manufacture may be divided into three families, together resulting in eight different types
of CNT material. The three families, the methods which comprise them, and sketches of
their resultant morphologies, are illustrated in Figure 2.1.
• The first family of macroscopic CNT materials are manufactured from vertically
aligned CNT arrays grown from substrates by chemical vapour deposition. These so-
called CNT “forests” may be (i) densified into pillars [79], (ii) spun into 1-dimensional
fibres [80], or (iii) drawn into 2-dimensional mats [80].
• The second family utilises liquids to create suspensions of short, mass-produced
CNTs. These CNT-solvents suspensions can be filtered to create (iv) random planar
“buckypaper” mats [81]. Alternatively, the pultrusion (v) of high weight-fraction CNT
suspensions into a bath of coagulating fluid creates an aligned fibre [82], akin to the
spinning process used to manufacture polymer fibres of ultra-high molecular weight
[83]. Additionally, porous CNT foams (vi) are often produced from aqueous gel
precursors by critical point drying, or freeze drying [84].
• The final family uses direct-spun carbon nanotube aerogels, produced via the aforemen-
tioned Cambridge direct-spinning process [31]. Direct-spun fibres (vii) are produced
via on-line solvent-condensation of the aerogels [22]; alternatively the spinning of
aerogel layers onto a rotating mandrel produces direct-spun mats [85], labelled (viii).
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Fig. 2.1 Classes and manufacturing methods of different macroscopic materials predominantly
consisting of carbon nanotubes.
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2.1.3 The properties and microstructure of CNT material classes
Now consider the mechanical properties and behaviour of different macroscopic CNT ma-
terials. The performance of materials in a given application can be compared with a merit
index [12], the definition of which is specific to the intended use. For the sake of comparison,
the Young’s modulus and strength of materials are often normalised by their density —
referred to as specific properties. In this instance, the specific modulus and strength are a
measure of the mechanical efficiency of the different CNT materials under uniaxial stress
— tensile in the case of CNT fibres and mats, and compressive for CNT foams, forests and
densified pillars. The specific Young’s modulus and strength of macroscopic carbon nanotube
materials as reported in literature are plotted in Figure 2.2, alongside the properties of carbon
nanotube walls [7–11], for which a density of 2,300 kg/m3 is assumed [86], and common
engineering materials [12, 13]. The charts include the data of CNT yarns spun from forests
[27, 87–102], mats drawn from CNT arrays [87, 88, 103–108], buckypapers [105, 109–120],
fibres spun from suspensions [121–128], direct-spun CNT mats [85, 129–146], fibres and
aerogels [54, 135, 141, 147–170], CNT foams [84, 171–181] and CNT forests and densified
pillars [79, 170, 182–208]. Many reviews of macroscopic CNT material classes are available
in literature [19, 209–223].
The combination of specific modulus and strength measured for isolated carbon nanotube
walls in uniaxial tension is unmatched by all other engineering materials plotted in Figure 2.2,
and the specific mechanical properties of aligned carbon nanotube mats and fibres can ex-
ceed those of metal alloys and composites. Substantial variation in specific strength and
modulus occurs both within and between the different CNT material classes. By comparison,
the variation in the specific tensile strength and modulus of the constituent CNT walls is
relatively minor: it follows that the wide range in specific Young’s modulus and strength
observed across all CNT material classes is due to their varied microstructures and resultant
micromechanical deformation.
Charts that summarise the elastic Young’s moduli E, strength σ , electrical and thermal
conductivity, and density ρ of macroscopic CNT material classes are presented in Figures
2.3, 2.4, 2.5 and 2.6 respectively. Note that the bulk density of CNT materials ranges from a
few kg/m3 for CNT foams to over 1,000 kg/m3 for CNT fibres, and their moduli range from
tens of kPa to hundreds of GPa, see Figure 2.3. Large differences in strength and conductivity
are also observed. Wide variation in all properties occurs between the CNT material classes,
and also within the individual classes themselves.



















































































Fig. 2.2 The specific strength and modulus of macroscopic CNT material classes compared
to those of engineering materials [12].
A Voigt bound is plotted in Figure 2.3, based upon the in-plane Young’s modulus of a CNT
wall (i.e. graphene) of 1 TPa [224]. The Young’s modulus of macroscopic CNT materials is
much below this Voigt bound. A similar observation can be made for strength as follows: If
the ultimate tensile strength of CNT walls is assumed to be 100 GPa, all CNT morphologies
lie more than an order of magnitude below the Voigt bound for ultimate tensile strength, as
drawn in Figure 2.4. In broad terms, the Young’s modulus E and compressive yield strength
σ of CNT foams and CNT forest-based materials appear to scale with density ρ according to
E ∼ ρ3 and σ ∼ ρ2 respectively. This scaling law is representative of cellular solids such as
2-dimensional hexagonal honeycombs [225].
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Fig. 2.3 Young’s modulus versus density of CNT material classes.
2.1 The manufacture and properties of macroscopic CNT materials 17











































































Fig. 2.4 Strength versus density of CNT material classes.
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Fig. 2.5 Electrical conductivity versus density for CNT material classes.
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Fig. 2.6 Thermal conductivity versus density for CNT material classes.
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Consider the properties of aligned CNT materials, such as fibres spun from suspensions,
and mats drawn from CNT arrays. Their Young’s modulus and strength vary by up to two
orders of magnitude for a given density. Electrical conductivity varies considerably within
individual material classes and between them. A Voigt bound is drawn in Figure 2.5, based
upon the highest measured electrical conductivity of an individual CNT in literature [24].
Fibres spun from suspensions may possess high values electrical conductivity close to that of
individual CNTs. Such values of high electrical conductivity are due to doping from acids
used in manufacture, or are obtained via treatment with iodine [121].
Now consider the chart of thermal conductivity versus density, Figure 2.6. A Voigt bound
based upon the thermal conductance of CNT walls [14] is also included, which all macro-
scopic CNT materials lie below. A line of specific thermal conductivity κ /ρ=0.0449 m4/Ks3,
equal to that of pure copper [226], has been added to Figure 2.6. This line lies well below
that of many CNT materials.
The Young’s modulus E is plotted against the strength σ of the macroscopic CNT ma-
terial classes in Figure 2.7, and the electrical conductivity of the CNT material classes is
plotted against their thermal conductivity in Figure 2.8. The regions of material property
space occupied by the CNT materials are annotated with micrographs of their microstruc-
tures from literature [72, 81, 93, 121, 170, 171]. Direct-spun CNT mats and fibres with
little anisotropy present in their constituent microstructure of CNT bundles possess in-plane
strengths and Young’s moduli similar to those of amorphous polymers [12]; in contrast, mats
and fibres with high degrees of microstructural alignment possess a tensile modulus and
strength in the range of metal alloys [12]. The buckling of CNT forests under compressive
strain results in moduli and strength much below that measured in tension [170]. Electri-
cal and thermal conductivity also vary widely depending on microstructure. The greatest
values occur for dense, aligned microstructures — in particular for CNT fibres spun from
suspensions [121].
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Fig. 2.7 The Young’s modulus and strength of macroscopic carbon nanotube material classes
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Fig. 2.8 The electrical conductivity and thermal conductivity of macroscopic carbon nanotube
material classes annotated with images of microstructure reproduced from [72, 81, 93, 121,
170, 171].
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2.2 Mechanics of the direct-spun CNT mat microstructure
Recall the three distinct hierarchies of the of direct-spun CNT mat microstructure described
earlier in section 1.3: the carbon nanotube, nanotube bundle, and network of interconnected
CNT bundles. The mechanical phenomena relevant to each microstructural scale are now
discussed with reference to the literature.
2.2.1 Properties and behaviour of carbon nanotubes
Carbon nanotubes represented a challenge for early researchers, as their size rendered con-
ventional experimental techniques for the establishment of material properties unsuitable. A
range of bespoke experimental techniques were thus developed to determine their mechanical
properties, and have since been supplemented with a range of micromechanical modelling
methods [227].
Tensile modulus and strength of CNTs
Predictions for the axial Young’s modulus and bending stiffness of carbon nanotubes were
suggested by Ruoff and Lorentz in 1995 [233]. With calculations based upon the in-plane
moduli of graphite, with a 0.34 nm spacing between adjacent CNT walls, they suggested that
the walls possessed a modulus of ∼1 TPa.
The first measurements of the CNT wall modulus were obtained by Treacy, Ebbesen and
Gibson in 1996 [234]. Transmission electron microscopy (TEM) was used to observe isolated
CNTs, clamped at one end. The vibration amplitude at the free end was measured as a func-
tion of temperature, and the value of wall tensile modulus was inferred from consideration of
thermal excitation and CNT dimensions — on average 1.8 TPa. Their method was improved
by Poncharal et al. [235], who excited end-clamped CNTs at their natural vibration frequency
with an electrically induced force. The Young’s modulus of smaller diameter CNT walls
was calculated to be 1 TPa, though the measured transverse stiffness was much below that
predicted with Euler theory for CNTs with diameters of over 12 nm. This discrepancy was
attributed to deformation switching from Euler bending to periodic buckling within the walls,
as observed elsewhere [233].
Numerical atomistic calculations used to predict the strength of defect-free CNT walls
under tensile load suggested failure stresses exceeding 100 GPa [236]. Tensile tests on
isolated CNTs by Yu et al. [7] using a nanostressing stage contained within a scanning
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(a)
of the nanotube structure. This can only be explained if
stresses are transferred from the strained outer walls to
inner walls of the nanotube during tensile testing,
through a mechanism that advantageously exploits the
irregular tube structure. Indeed, as explained in detail
elsewhere [13], any displacement of the outer tube walls
must cause sliding across inner tube walls that are not
aligned along the principal strain (and tube length) axis,
causing an increased inter-wall interaction. This phe-
nomenon of stress transfer in an increasingly disordered
structure must therefore give rise to a correspondingly
high scale parameter, resulting in large absolute forces
required to fracture the nanotube, despite a large vari-
ability in the tensile strength.
As discussed in the Introduction, a new approach to
nanomaterial fracture, the QFM model [5], was recently
proposed. This new energy based theory of fracture is a
generalization of the Griffithmodel, in which the strength
is ‘‘quantized’’ through the following expression:





where rf(n) is the strength of the material for an n-atom
defect, rc is the ideal strength, q is the tip radius (thus
different types of defects have different values of q)
and a is the fracture quantum. For a linear chain of n
removed atoms 2q  a. Fitting the strength of nano-
tubes with an assumed set of integer ns, a best fit to
Eq. (2) can calculated. A simple way to proceed is to se-
lect the nanotube strengths in sequence, and calculate
the strength using Eq. (2) with the best fit value for n.
For example, for WS2 nanotubes this yields n = 21 for
the weakest tube (with strength = 3.8 GPa), then n = 6
for the second weakest tube (with strength = 6.7 GPa),
and so on. Eventually the procedure yields n = 0, thus
nanotubes that are defect-free and their strength has
reached (supposedly) the theoretical value. (Note that
in the case of WS2 nanotubes a critical defect may not
be a single missing atom since each wall is composed
of three atoms). Taking the WS2 nanotube set as an
example, the best-fit value of rc (15.8 GPa) compares
favorably with the average strength value of the several
defect-free WS2 nanotubes (15.7 GPa). This value agrees
also with the estimated strength of a defect-free mate-
rial, i.e., 10% of the Youngs modulus. Although the
QFMmodel looks appealing in view of its direct connec-
tion with individual atom-size defects, it is not entirely
clear why the strength of defect-free tubes is not a con-
stant (maybe this has to do with the variable diameter of
the tubes but this point certainly needs further investiga-
tion); Moreover, the rather strong assumption 2q  a
plays a critical role and may affect significantly the fit
to experiment and, therefore, the number of defects.
More work is needed to assess the power of this prom-
ising development.
3. Conclusions
All three sets of strength data currently available are
shown to adequately fit a Weibull–Poisson model. The
experimental scale and shape parameters of the strength
distribution show that the irregular (defect-like) multi-
wall structure of CVD-grown nanotubes uniquely (and
paradoxically) enhances the tube tensile strength and,
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Fig. 1. Weibull plot for the tensile strengths of CVD-grown carbon
MWNTs, of AD-grown carbon MWNTs and WS2 MWNTs. The
goodness-of-fit to a straight line is reflected in the values of the
correlation coefficients: r2 = 0.97, 0.93 and 0.95 for the CVD carbon
MWNTs, AD carbon MWNTs and WS2 MWNTs, respectively.
Table 2
Weibull shape and scale parameters of the strength distributions of the







CVD Carbon MWNTs [13] (GLa: 10 ± 4 lm) 109.3 1.7
AD Carbon MWNTs [14] (GLa: 1–11 lm) 31.5 2.4
WS2 MWNTs [15] (GL
a: 2–5 lm) 13.3 7.7
Carbon SWNT ropes [16] (GLa: unspecified) 33.9 2.7
Pitch-based carbon fibers [18]: (GLa: 2.1 cm)
Low modulus fibers 1.6 4.0
Medium modulus fibers 1.6 3.2
High modulus fibers 1.6 2.1
a GL = specimen gauge length.
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Thus the failure was highly brittle regardless of the size of
the model.
We have considered a large range of separation energies
because the potential energy function is highly uncertain for
strains beyond the inflection point, and we wanted to exam-
ine whether the results depend on the separation energy. The
simple interatomic potential used here is certainly not ca-
pable of describing the proper behavior of the system when
bonds are broken, and indeed, breaking of thesp2 bond in a
carbon nanotube can result in a variety of phenomena that go
beyond what our model can do. For example, new bonds
could form between the dangling bonds on the carbon atom
at the edge of the fracture region,27 probably with rehybrid-
ization, and structural transformations such as the Stone-
Wales transformation can take place in rings near the edge so
as to seal the end of the fractured tube. Some of these phe-
nomena will depend on the surroundings of the carbon nano-
tube, and temperature is also expected to play a role. Thus if
fracture strength depended strongly on the separation energy,
it would not be reasonable to model fracture with molecular
mechanics. Fortunately, our results show a very weak depen-
dence of fracture strain on the separation energy, so the shape
of the potential surface after the inflection point cannot be
important to fracture behavior. The simulations show that the
failure strain of the nanotube is essentially independent of
the separation energy and depends primarily on the inflection
point of the interatomic potential.
According to Table I, the failure strains are about 15.5%
for a large range of separation energies with the inflection at
19% strain. This failure strain of the nanotube is smaller than
the strain at which a single interatomic force achieves its
peak, 19%. This can be explained by the hexagonal molecu-
lar structure of the nanotube. As a consequence of the struc-
ture of the bonds, the strains in the longitudinal interatomic
bonds are larger than the average strain in the nanotube. For
an inflection point of 13%, the failure strains are around
10.8%. The ratio of the failure strain to the inflection strain
~10.6%/13%! is almost identical to the other case~15.2%/
19%!.
As mentioned in the Introduction, atoms may be ejected
from a nanotube in the TEM environment. We simulated this
situation by removing a single atom and the three associated
bonds in a zigzag nanotube. The modified Morse potential
with a 19% inflection strain and 124 kcal/mol separation
energy was used. The computed failure strain is 10% while
failure stress is 74 GPa. The normalized force-deflection
curve for this simulation is shown in Fig. 3. The force-
deflection curve of this defective nanotube is almost identical
to that of the defect-free nanotube until it fractures. However,
fracture occurs at a substantially lower stress and strain than
for the defect-free nanotube, and the fracture strain is below
several of the values reported by Yuet al.8 However, the
racture stress is still greater than all observed values.
We next examine the effect of the chirality on fracture. Yu
et al.8 were not able to measure the chirality of the outermost
nanotubes, so we cannot compare the effect to experiments.
TABLE I. Failure strains of@20,0# nanotube for modified Morse potentials with various separation
energies and interatomic force peaks at 19% and 13% strain.
Separation energy Inflection at 19% strain Inflection at 13% strain
~Kcal/mol! De56.031 05310
219 N m De52.8949310
219 N m
b52.62531010 m21 b53.84331010 m21









80 15.0 92.2 10.3 65
100 15.1 92.3 10.4 65.1
124 15.2 62.6 10.6 65.2
150 15.4 92.9 10.7 65.4
180 15.6 93.1 10.8 65.5
220 15.7 93.3 11.0 65.6
260 15.9 93.5 11.1 65.6
320 16.1 93.6 11.4 65.7
FIG. 5. Evolution of the crack
in the nanotube.
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We examined three types of nanotubes in addition to the
zig-zag nanotube:~1! @12, 12# armchair nanotube,~2! @16, 8#
chiral nanotube,~3! @16, 4#chiral nanotube.
The modified Morse potential with the separation energy
of 124 kcal/mol was used in all simulations. Molecular me-
chanics simulations with one-end displaced as before were
made. Figure 6 shows the crack evolution for the chiral and
armchair nanotube, showing that the failure pattern is similar
to that of the zigzag nanotube. The computed force-
deflection curves are shown in Fig. 7. It can be seen that the
calculations predict a moderate dependence on the chirality
of the nanotube on the strength. The computed failure strain
of the @12, 12# armchair nanotube is 18.7%, and the failure
strength is 112 GPa. Thus the armchair nanotube is stronger
than the zigzag nanotube, and the strength of the@16, 8#
nanotube~17.1% failure strain and 106 GPa failure stress! i
between the two. The failure mode is brittle for all cases,
with a rapid decrease in stress after the start of the fracture.
In order to ascertain the appropriateness of weakening a
bond in the molecular mechanics studies, we made several
molecular dynamics simulations without any weakened
bonds. For a temperatureT, the thermal energy is given by
Ethermal5CpT, ~6!
where Cp58.64 J mol
21 K21. A Boltzmann distribution is











whereN is the number of atoms,ml is the mass of atomI,
andn i I are the components of the velocity of atomI.
The modified Morse potential with an inflection point at
19% strain and 124 kcal/mol separation energy was used at
temperatures of 200–400 K. The Yuet al.8 experiments were
completely static in a mechanical sense: the loads were ap-
plied over several minutes while the period of the lowest
frequency a nanotube (length54.24 nm) is estimated to be
0.21 ps. In molecular dynamics simulations of essentially
static phenomena, a common hazard is that if the loading~or
prescribed displacement! is applied too quickly, stress-wave-
like phenomena occur with considerable overshoot in inter-
atomic forces. These can lead to spurious fracture. Applying
the prescribed displacement from zero to the failure strain in
molecular dynamics simulation without inducing spurious
fracture proved to be too expensive. Therefore we ran the
simulation as follows:
~1! A molecular mechanics simulation was used to bring
the nanotube to 12% tensile strain.
~2! The velocities due to temperature were applied to the
atoms and the model was brought to steady state by integrat-
ing the momentum equations for the atoms in time~steady-
state is often called equilibrium!.
~3! The displacements at the end were prescribed to pro-
vide an extensional strain rate of 0.0072/ps.
In these molecular dynamics simulations, we found that
the location of the crack was quite arbitrary and varied from
simulation to simulation, but the scatter in the fracture
strength was quite small. The nanotube failed at (15.8%
60.3)% strain at a stress of 9361 GPa. This compares quite
well with the 15.8% strain and 93.5 GPa stress obtained from
the molecular mechanics simulation with a 10% weakened
bond.
One topological defect that has recently been identified
theoretically is the 5/7/7/5 defect.10 This defect corresponds
to a 90° rotation of a C-C bond about its center as shown in
Fig. 8, and is called a Stone-Wales transformation.4 It results
in two pentagons and two heptagons coupled in pairs. To
study the effect of this defect on the behavior of the nano-
tube, we simulated a single defect at the center of the@12,
12# armchair nanotube by molecular dynamics. The displace-
ment was prescribed at the end of the nanotube and the 124
FIG. 6. Crack evolution in the
~a! @12,12# armchair nanotube and
~b! @16,8# chiral nanotube.
FIG. 7. Normalized force-deflection curves for nanotubes of dif-
ferent chiralities.
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kcal/mol modified Morse potential was used. The failure
strain is 14.3% and the failure stress is 97.5 GPa. Compared
to the armchair nanotube with a weakened bond shown in
Fig. 7, the 5/7/7/5 dislocation gives a somewhat lower failure
strain and lower tensile strength. The fracture is still brittle.
The study of the 5/7/7/5 defect was repeated with an@40,
40# armchair nanotube. In this case the failure strain of the
tube is 14.2% and the fracture is still brittle. So the size of
the nanotube has little effect on the strength. Figure 9 shows
that for the 5/7/7/5 dislocation, the maximum shear strain
occurs in the6~p/4! direction.10 As can be seen from Fig. 9,
the cracks grow in the direction of maximum shear.
IV. CONCLUSIONS
It has been shown that some of the salient features of the
fracture behavior of carbon nanotube, such as the brittle
character of the fracture and the magnitudes of fracture
strains, can be explained by atomistic simulations. In these
simulations, the range of failure strains of defect-free nano-
tubes was found to correspond roughly to observed values,
and is in the range of 10%–16%. However, the predicted
fracture stresses are too large. For a modified Morse potential
that closely matches the Brenner potential in the 0–15%
strain range, the failure stress is 93 GPa; for a potential with
an inflection point at 13% strain, the failure stress is 65 GPa.
The latter value is close to the highest value reported by Yu
et al.8
A similar reduction in strength is observed when a defect
is introduced by removing one atom and the associated
bonds. It may be conjectured that all of the nanotubes in the
experiments of Yuet al.8 contain defects and that the large
scatter in failure stress may b due to these defects.
It was shown that the fracture strain of extr mely ho o-
geneous systems with covalent bonds, such as the carbon
nanotube, appears to be driven primarily by the inflection
point in the interatomic potential, even when defects are in-
cluded. The separation~dissociation! energy has little effect
on the fracture strain. For fourfold differences in the separa-
tion energy, the failure stress only changes by 1%.
Nanotubes with several chiralities were also studied.
Chirality appears to have only a moderate effect o the
strength of nanotubes, with t failure stress varying from
93.5 to 112 GPa and the failure strain from 15.8% to 18.7%.
In all cases the fracture was predicted to be brittle, which
grees with experiments.
Because of the homogeneity of multiatom molecules such
FIG. 8. Defect in~a! before rotation and~b!
after rotation.
FIG. 9. Crack formation in the
@40,40# armchair nanotube with
5/7/7/5 defect at~a! 12.7 ps and
~b! 12.8 ps.
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Fig. 2.9 The tensile str ngth of CNTs. (a) Tensile testing of CNTs with a n nostre sing stage,
reproduced from [7]. (b) A W ibull strengt plot for diff rent types of CNT, reproduced
from [228]. I ages of atomistic simul tion reproduced from [229] of the effect of defects
and chirality upon CNT tensile strength for (c) flaws in the zig-zag direction within CNTs of
different ch ality and (d) th growth of flaws in armchair CNTs.
electron microscope (SEM) allowed direct axial measurement of the CNT modulus and
ultimate strength, see Figure 2.9a. MWNTs were attached to two opposing atomic force
microscope tips by soldering with an electron beam. Upon assuming that only the outer
layer of the MWNT bore stress and had thickness equal to the interlayer spacing between
the shells of 0.34 nm, the modulus of the CNT wall was measured to lie between 270 GPa
and 950 GPa, and the tensile str ngth between 11 GPa and 63 GPa. Tensile tests on isolated
CNTs were subsequently conducted by Ding t al. [237], who recorded outer wall strengths
between 10 GPa and 66 GPa, and Young’s modulus between 620 GPa and 1200 GPa, with
a mean Young’s modulus of 940 GP . Tensile tests of ristine CNTs by Peng et al. [10]
confirmed the atomistic predictions for defect-free CNTs, recording wall strengths up to
110 GPa and Young’s moduli in a narrow range between 990 GPa and 1105 GPa. The
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topological rules of dislocation theory. By considering a pla-
nar development of the tube segment@Fig. 2~d!#, one finds
(c18 ,c28)5(c1 ,c2)2(b1 ,b2). The type of a dipole is deter-
mined every time by the Burgers vectors closest to the lines
of maximum shear, the6p/4 cross at the end of the current
circumference vectorc in Fig. 1~c!, in accord with Eq.~2!.
The evolution will be: (10,10)→(10,9)→(10,8)→(10,0)
→@(9,1) or (10,21)]→(9,0)→@(8,1) or (9,21)]→(8,0)
→@(7,1) or (8,21)]→(7,0), etc. Interestingly, it abandons
the armchair symmetry (c,c), but then the relaxation oscil-
lates in the vicinity of zigzag (c,0) type, which appears as a
peculiar attractor. Correspondingly, the diameter changes
stepwise,d51.36, 1.29, 1.22, 1.16 nm, etc. The local stress
grows in proportion and this ‘‘quantized’’ necking can be
terminated by a cleave at late stages, which occurs for mac-
roscopic material. Interestingly, such plastic flow is accom-
panied by the change of electronic structure of the emerging
domains, governed by the vector (c1 ,c2):
2,3 the armchair
tubes are metallic, and others: semiconducting with different
band gap. The 5/7 pair separating two domains of different
chirality22 has been discussed as a pure-carbon
heterojunction.23,24 Here, we see how this electronic hetero-
geneity arises from a mechanical relaxation. If the initial
tube was metallic~armchair!, the plastic dilation irreversibly
transforms it in a semiconducting type.~This resembles the
coupling of mechanical and transport properties in
nanowires.25!
The mechanism derived above from the dynamic
topology26 point of view is now corroborated by the accurate
computer simulation of the initial steps of strain release.27 In
a plane graphene, an annihilation of two 5/7 cores has also
been observed in simulation.28 Reported29 small residual
strain—with no cleave detected—in a nanotube after its bend
to a 16% strain in the sides, could have been due to a few
5/7’s, that do not anneal readily at room temperature.
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FIG. 2. ~a! In an armchair CNT, the first Stone–Wales rotation of an equa-
torially oriented bond into a vertical position creates a nucleus of relaxation.
SW rotations marked by arrows show further evolution as~b! a brittle crack
or ~c! as a couple of dislocations gliding away from each other.~d! The
change of the CNT chirality and a stepwise change of diameter causes the
corresponding variations of electrical properties. Formation of a next SW
defect continues the necking process, unless the dislocations pileup at insuf-
ficient temperature.
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planes with their edges viewed as dislocation lines, that is a
pair of head-to-head edge dislocations. In other words, the
identity 0$ 5j8j5	 C2 " 5j7j . . . j7j5	 C2 " can be
made obvious by inspection of the bond reconstruction
upon removal of two adjacent atoms from the lattice, and
by further possible bond flip, Fig. 2. (Similarly, adding C2
in the form of addimer [20] structure 7j5j5j7 essentially
inserts a tiny segment of an extra plane, a pair of
edge dislocations also serving as a source; however, at
sublimation conditions [18] in vacuum, such addition is
less likely.)
This observation leads one to its next logical extension:
if removing a pair of atoms disrupts a crystal plane into two
semi-infinite extra planes, then a breakout of more C atoms
should further shorten an extra plane, thus moving the
corresponding 5j7 dislocation, which constitutes a step of
climb [22]. This unambiguously suggests a new mecha-
nism of climb at sublimation conditions. The presence of
the sublimation channel permits the bypassing of slow
transport through the lattice (either diffusion of vacancies
or interstitials such as addimers, etc., inherent to and
rate limiting for the climb in three-dimensional solids)
and opens a rapid pseudoclimb mechanism. Calculations
show that indeed the energy of C2 removal from the side of
the pentagon in the 5j7 core is lower than from anywhere
else in the lattice, because it does not create additional
dangling bonds or topological defects [23]. The driving
force Fchem in Fig. 1(b) is proportional to the  between
the solid lattice and the gas vapor.
It is important to realize that the pure glide (mass-
conserving movement in theb directions) and pure climb
(movement perpendicular to b, accompanied by the mass
loss or accretion) form an orthogonal basis, so that their
linear combination can transfer a 5j7 defect to an arbitrary
position around the lattice. This easily explains how the
5j7 kinks, stacked as a dislocation line through the layers of
multiwall tube, can move together, [16,17] although their
individual glide planes might diverge due to different
chiralities of the walls. The mixture of glide and climb
permits such 5j7 cores to migrate as a group, retaining
together the lowest energy configuration. For a single 5j7
core, its most probable trajectory can be tuned by the
change of conditions of tension and temperature, according
to the diagram of Fig. 1(b), possibly with the addition of
external force.
The discussion above identifies two constituent mecha-
nisms of superplastic behavior, SW bond flips and
C2 removal. Molecular dynamics (MD) also clearly show
these concurrent possibilities, but are prohibitively expen-
sive for simulating an extens ve process. A more affordable
Monte Carlo (MC) method was modified to incorporate the
bond flips (for glide) and C2 breakouts (for pseudoclimb);
at each MC step the transformation is selected to ensure the
lowest possible energy of the next configuration. To simu-
late large systems (1000 atoms) over extensive progres-
sion (1000 transformations), the classical force field of
Tersoff-Brenner potential [24] was used. For pure glide, its
initial stages show [Fig. 3(a)] the defect helical propaga-
tion and the incurred chirality change in complete agree-
ment with early MD simulations [11] and theoretical
prediction [8,9]. Beyond that, Figs. 3(b)–3(e) show an
example of significant stretching ( 250%) achieved by a
glide movement (210 SW steps total) of a few 5j7 defects.
Note that the reduction of diameter is inversely propor-
tional to the elongation, d 1=‘ as it should be for the
mass-conserving glide process (neglecting small 3% elas-
tic strain). A more subtle effect is the change of chirality:
starting from almost an armchair tube [e.g., (12,10) in
Fig. 3(b)] it gradually changes into a nearly zigzag type
(11,2) in Fig. 3(c), later to (9,1)|(9,0) in Fig. 3(d), and (7,1)
in Fig. 3(e), that is remains nearly zigzag upon further glide
relaxation, in accord with theory [8,9].
Pure pseudoclimb, in contrast, causes a reduction of the
area (d ‘) due to mass loss, as the lattice lines
(crystal planes) are being seamlessly removed by the se-
quence of C2 breakouts, Figs. 4(a)–4(d). As the 5j7 core
continues shuttling back and forth [Figs. 4(e)–4(h)] the
 
FIG. 3 (color online). (a) Glide of the 5j7’s through sequential
bond flips moves the associated kink along helical path, as in
MD simulations [11]. Extensive simulations (b)–(e) demonstrate
significant elongation, diameter reduction, and a systematic
change of chirality, here from (12,10) to (7,1). Starting from
an id al structure (b), the snapshots (c), (d), and (e) show the
structures after 84, 162, and 210 of SW steps, respectively.
Arrows mark the positions and glide directions of the kinks.





Fig. 2.10 At higher t mperatures, SWNTs of certain hirality may undergo pl stic flow [230].
Plastic d formation occurs due to islocation-like moveme t of the Stone-Wal s defect as
sketched in (a), reproduced from [231]. (b) Atomistic simulation of plastic flow in CNTs at
high temp rature, reproduced from [232].
measured stress-strain response of CNTs at room temperature is elastic brittle [7, 10, 237],
and the distribution of tensile strength accordi g to the liter ture is captured by Weibull
theory [228, 238], see Figure 2.9b. Weibull theory is commonly used to predict the strength
of elastic brittle materials, for exa ple ceramics, which fail due to the fast fracture of pre-
existing flaws [239]. The failure of multi-walled CNTs in tensio is typically accompanied
by sword-in-sheath like pull-out of the inner shells [7] due to weak van der Waals bonds
between neighbouring walls. The discrepancy between the measured and ideal ultimate ten-
sile strength of CNT walls has been understood with numerical simulation of defects within
CNT walls under tension [240–242], for example in Figure 2.9c and 2.9d. These studies
explain the role of flaws in reducing the tensil strength of the walls, and its dependence
upon the wall chiral vector [243]. The prediction that CNTs of certain dimensions and chiral
vectors could deform plastically at high temperature [244] due to dislocation-like movement
of the Stone-Wales defect [231, 245] as illustrated in Figure 2.10a and Figure 2.10b was
experimentally verified by Huang et al. [230], though the deformation mechanism does not
occur at room temperature. The ductile and brittle regimes of behaviour are surmised by
theoretical failure regime maps in literature [246, 247].
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Bending and other behaviour under transverse loading
CNTs are capable of undergoing large recoverable deformations in bending, as reported by
Iijima [248] and Falvo et al. [249], see Figure 2.11b-d. The nonlinear elastic deformation of
CNTs (kinking, buckling and self-collapse) has been successfully captured with atomistic
simulations, see Figure 2.12a and Figure 2.12b [248, 250–252], and continuum theory is also
well suited to modelling the deformation of large, multiwalled CNTs, as demonstrated by
Pantano, Parks and Boyce [253, 254], and illustrated in Figure 2.12c. Their method models
CNT walls with finite element shells [254], which are assigned elastic constants based upon
the flexural modulus of the CNT wall (deduced from atomistic simulation), the in-plane
Poisson ratio of single-crystal graphite, and the tensile modulus of the CNT walls. The
van der Waals interaction between the CNT walls is represented with the Lennard-Jones
potential. Close agreement between atomistic simulations of CNT walls, predictions from
shell theory, and experimental observation is obtained across a wide variety of different load
cases, including interaction between CNTs and substrates, self-collapse, and determination of
the buckling wavelength under flexure [254]. The transverse Young’s modulus of individual
carbon nanotubes measured by indentation with the tip of an atomic force microscope lies
between 0.3 GPa and 40 GPa [255–257], rising with increasing strain [255, 256].
2.2.2 Properties and behaviour of carbon nanotube bundles
Due to van der Waals attraction between their walls, CNTs readily self-assemble into close-
packed, crystalline bundles [258, 259]. In these bundles, the walls of adjacent CNTs flatten
against one [260], creating an area of contact between adjacent CNTs through which shear
stress can be transferred [261, 262]. The size of this contact area is dependent upon CNT
diameter [261, 263] and number of walls [262]. The shear stiffness and strength of the
van der Waals bond between the walls of an individual CNT, and between CNTs within
bundles, is much below the in-plane modulus and tensile strength of the walls. The weak
van der Waals bonds endow bundles with a low shear modulus, and their shear deformation
may dominate their total deflection under transverse loads. The transverse stiffness of CNT
bundles was measured by Salvetat et al., using the tip of an atomic force microscope to apply
load [264], see Figure 2.13a. For CNT bundles of the smallest diameter, calculation of the
CNT wall modulus from the measured transverse stiffness using Euler theory infers a value
of 1 TPa, close to that measured in tensile tests of CNT walls elsewhere [10]. The wall
modulus calculated in this manner decreases with increasing bundle diameter, see Figure
2.13b. Upon assuming the value of axial bundle modulus was invariant, the longitudinal
bundle shear modulus was deduced to lie between 0.7 GPa and 6.5 GPa ±50% [264].
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ultrasonic bath, the conditions of our experiments appear to
lead to much greater bending angles.
In order to reproduce the HREM images and to analyze
bent structures in atomistic detail, we have performed com-
puter simulations of bending of single and double-walled
nanotubes. The interaction between the carbon atoms was
modeled by the many-body potential due to Tersoff,13 as pa-
rameterized by Brenner.14 This potential is short-ranged, with
a cut-off,3 Å, and the total energy of the tube is written as




where the difference betweenEi and the cohesive energy per
atom of a flat, infinite graphene sheet14 can be interpreted as
an excess ‘‘strain energy’’ localized at the sitei due to the
local curvature of the bent tube. Each termEi depends on the
pairwise distance of the neighbors relative to the atomi and
on the angles enclosed by the nearest neighbor triplets that
include this atom. The parameters of this potential have been
fitted to the experimental atomic densities and binding ener-
gies of the bulk phases of carbon, i.e., diamond and
graphite,14 and have been used to study both the energetics15
and the growth properties16,17of isolated nanotubes. Tersoff-
type potentials have also been used to study the deformation
in nanotube bundles.18 In addition to the Tersoff-Brenner in-
teraction, we have also included an additional van der Waals
interaction19 between the adjacent shells of a multi-walled
tube and between the top and the bottom sides of the same
shell when they are in close proximity, e.g., just above a
kink. The simulation for a tube of a given length, diameter
and helicity was started by first relaxing the tube in the
straight ~horizontal! geometry. The bending angle was in-
creased in small steps and the tube was relaxed at each po-
sition by the method of conjugate gradients. The presence of
the bending force was simulated by keeping the end atoms
fixed for each configuration. Up to 3000 atoms were in-
cluded in the simulations.
We have carried out bending simulations with the above
setup for a large number of single-walled tubes of varying
diameters and helicities. In all simulations the same generic
features appear: for bending below a sharp critical curvature,
the tube undergoes a simple compression on the inner~bend-
ing! side, and a stretching on the outer side. This is the har-
monic regime in which Hooke’s law is obeyed, and the en-
ergy increases quadratically as a function of the bending
angle, see Fig. 3. In the harmonic regime, the hexagonal
rings on the tube surface are only slightly more strained than
FIG. 1. HREM images of kink structures formed in nanotubes under me-
chanical duress.~a!, ~b! Single kinks in the middle of single-walled nano-
tubes with diameters of 0.8 nm and 1.2 nm, respectively. The gap between
the tip of the kink and the upper wall is about 0.4 nm in~b!. ~c!, ~d! A
multi-walled tube~diameter; 8 nm! showing a single kink and a two-kink
complex, respectively. The two kinks in~d! are separated by about 3.5 nm.
FIG. 2. Atomic structure of a single kink obtained in the computer simula-
tion of bending of the single-walled tube in Fig. 2~diameter; 1.2 nm!. The
coding denotes the local strain energy at the various atoms, measured rela-
tive to a relaxed atom in an infinite graphene sheet~Ref. 14!. The strain
energy scale ranges from 0 to 1.2 eV/atom, from left to right.
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Fig. 2.11 (a) Electromechanical resonance measurement of the CNT wall modulus, (b) the
wave-like buckling pattern observed on the inner wall of large diameter MWNTs in bending,
both reproduced from [235]. (c) The reversible deformation of CNTs in bending at large
deflections, reproduced from [249]. (d) TEM images of CNT wall kinking, reproduced from
[248]; note that the walls remain intact.
Recorded failure loads during tensile tests of carbon nanotube bundles [265–267] suggest
that only the outermost CNTs in bundles fracture, and a sword-in-sh ath failure mechanism
is observed in experiment [266, 267] where inner CNTs within the bundle pull out of the
outermost fractured CNTs. Little stress is transferred into the inner CNTs due to the low
stiffness and strength of the van der Waals bonds between adjacent CNTs, as is also the case
for the walls within individual tubes [10]. The irradiation of CNT bundles forms covalent
cross-links between CNTs, which results in fracture across the entire cross-section at much
greater tensile load [266].
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ultrasonic bath, the conditions of our experiments appear to
lead to much greater bending angles.
In order to reproduce the HREM images and to analyze
bent structures in atomistic detail, we have performed com-
puter simulations of bending of single and double-walled
nanotubes. The interaction between the carbon atoms was
modeled by the many-body potential due to Tersoff,13 as pa-
rameterized by Brenner.14 This potential is short-ranged, with
a cut-off,3 Å, and the total energy of the tube is written as




where the difference betweenEi and the cohesive energy per
atom of a flat, infinite graphene sheet14 can be interpreted as
an excess ‘‘strain energy’’ localized at the sitei due to the
local curvature of the bent tube. Each termEi depends on the
pairwise distance of the neighbors relative to the atomi and
on the angles enclosed by the nearest neighbor triplets that
include this atom. The parameters of this potential have been
fitted to the experimental atomic densities and binding ener-
gies of the bulk phases of carbon, i.e., diamond and
graphite,14 and have been used to study both the energetics15
and the growth properties16,17of isolated nanotubes. Tersoff-
type potentials have also been used to study the deformation
in nanotube bundles.18 In addition to the Tersoff-Brenner in-
teraction, we have also included an additional van der Waals
interaction19 between the adjacent shells of a multi-walled
tube and between the top and the bottom sides of the same
shell when they are in close proximity, e.g., just above a
kink. The simulation for a tube of a given length, diameter
and helicity was started by first relaxing the tube in the
straight ~horizontal! geometry. The bending angle was in-
creased in small steps and the tube was relaxed at each po-
sition by the method of conjugate gradients. The presence of
the bending force was simulated by keeping the end atoms
fixed for each configuration. Up to 3000 atoms were in-
cluded in the simulations.
We have carried out bending simulations with the above
setup for a large number of single-walled tubes of varying
diameters and helicities. In all simulations the same generic
features appear: for bending below a sharp critical curvature,
the tube undergoes a simple compression on the inner~bend-
ing! side, and a stretching on the outer side. This is the har-
monic regime in which Hooke’s law is obeyed, and the en-
ergy increases quadratically as a function of the bending
angle, see Fig. 3. In the harmonic regime, the hexagonal
rings on the tube surface are only slightly more strained than
FIG. 1. HREM images of kink structures formed in nanotubes under me-
chanical duress.~a!, ~b! Single kinks in the middle of single-walled nano-
tubes with diameters of 0.8 nm and 1.2 nm, respectively. The gap between
the tip of the kink and the upper wall is about 0.4 nm in~b!. ~c!, ~d! A
multi-walled tube~diameter; 8 nm! showing a single kink and a two-kink
complex, respectively. The two kinks in~d! are separated by about 3.5 nm.
FIG. 2. Atomic structure of a single kink obtained in the computer simula-
tion of bending of the single-walled tube in Fig. 2~diameter; 1.2 nm!. The
coding denotes the local strain energy at the various atoms, measured rela-
tive to a relaxed atom in an infinite graphene sheet~Ref. 14!. The strain
energy scale ranges from 0 to 1.2 eV/atom, from left to right.
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in a straight tube and they maintain an almost undistorted
shape. At the critical curvature the strain on the compressed
side reaches a maximum, and beyond this curvature the ex-
cess strain is released through the formation of a kink that
increases the surface area of the bending side. This is accom-
panied by a dip in the energy vs bending angle curve, as
shown in Fig. 3. Following the formation of the kink, the
energy increases essentially linearly up to;120°. Figure 2
shows the structure of the kink in a single-walled tube of
diameter 1.2 nm. The overall shape of the kink, along with
the distance of the tip of th kink from the upper wall of the
tube is in quantitative agreement with the TEM picture of
Fig. 1~b!. This latter distance is about 0.35 nm, precisely
where the van der Waals interaction becomes strongly
repulsive.19 The excellent agreement between the observed
and the computed images confirms the reliability of our
simulations, which provide complete atomistic and energetic
information about the bending process. It is evident from the
simulations that the perfect hexagonal network is preserved
up to ;110°, despite the occurrence of a kink above
;30°. Only beyond a bending angle of 120° bond-breaking
occurs, leading to a damaged tube with dangling bonds upon
unbending. In some very narrow tubes~diameter< 1.0 nm!,
we also find occasional bond-switching at bending angles
.110°, resulting in the formation of ring complexes involv-
ing pentagons and heptagons. However, below bending
angles of 110°, no bonds are broken and no bond switching
occurs, in spite of the high value of the strain energy in the
exposed area~sides! of the kink, as hi-lighted by the color
coding of Fig. 2. When the bending force is removed, the
nanotube returns to its initial straight configuration without
any hyster sis.
Extensive simulations of the bending of single-walled
tubes with varying lengths, diameters and helicities show
that the critical local curvature at which the kink forms is




d2 F11 9.89d5 103cos~6h!G , ~2!
whereCc is the critical curvature in radians/Å andd is the
tube diameter in Å;h is the tube’s helicity, being 0 for a
sawtooth tube,p/6 for an armchair tube, and in-between for
a general helical tube. The parameters of Eq.~2! have been
fitted to bending simulations for single-walled tubes of diam-
eters varying between 1.0 nm and 1.5 nm and covering the
entire range of helicity@0,p/6#. The helicity dependence is
less than 1% for tubes wider than 2.0 nm, and the critical
curvature drops off as inverse square of the tube diameter, as
expected from continuum elasticity theory.20 It is interesting
to note that the fit given by equation~2! does not depend on
the van der Waals interaction because, for single-walled
tubes, the latter comes into play only after the kink has
formed.
Encouraged by the remarkable agreement of Fig. 2 with
the TEM picture of Fig. 1~b!, we carried out bending simu-
lations for a number double-walled tubes in order to qualita-
tively reproduce important features of the TEM images of
the multi-walled tube in Figs. 1~c! and ~d!. The simulations
for double-walled tubes lead to more complicated buckling
patterns as a function of bending than for the single-walled
tubes, as depicted in Fig. 4. Figure 4~a! shows a non-helical
double-walled tube in its original relaxed state. Figure 4~b!
FIG. 3. The total strain energy~in dimensionless units! of a single-walled
tube of diameter; 1.2 nm as a function of the bending angle up to 120°.
The energy is measured relative to the straight tube and the dip in the curve
is associated with the formation of a kink. See text.
FIG. 4. Simulated cross-sectional images of a double-walled tube~diameters
1.0 and 1.7 nm! under a progressively increased bending:~a! the straight
relaxed tube;~b! a single kink forming above a critical curvature; and~c! a
two-kink complex forming in the middle at large bending. The distance
between the two kinks (; 2 nm! was found to be constant over a wide range
of bend angles.
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Fig. 17. TEM image of a buckled MWNT in CNT—polymer composite. (Bower et al., Appl. Phys. Lett.,
74 (22), 1999. Reproduced with permission.)
Fig. 18. FE bending simulation of a 14-wall MWNT (2Re =9:52 nm, 2L=30 nm)—axial section. For clarity,
results are mirrored about a central vertical symmetry plane.
the overall deformed con3gurations are correctly predicted. Fig. 17 is a TEM image
of a buckled MWNT in a CNT–polymer composite (Bower et al., 1999). Figs. 18
and 19 plot our FE results. Taking advantage of the symmetry, only one-fourth of the
MWNT is reproduced in the computational model. The boundary conditions at the ends
in Fig. 18 (which depicts an axial cross-section and is mirrored about a central vertical
symmetry plane), are such that the end section is gradually rotated while the radial
deformations are co strained. The FE model boundary conditions di2er from those of
the longer nanotube under observat on. As a consequence, results near the ends of the
simu ation are a2ecte . The cross-section of Fig. 18 depicts details of the wavelength
including the sharp radius of the intrusions of the wavelength, in contrast to the gentler
radius of the protrusions, as well as the decay in buckle amplitude as one goes from
the outer wall towards the inner wall. Fig. 19 depicts the overall three-dimensional
(c)
Fig. 2.12 Mod ling approaches for he bending d formation of CNTs. (a) Kinking of a
SWNT and (b) kinking of a DWNT, both im ges of atomistic simulation are reproduced
from [248]. (c) Modeling of a multiwalled CNT of large diameter in bending using shell
theory and finite element simulation reproduced from [253]. Note the appearance of multiple
kinks spaced apart in multi-walled CNTs.
Finally consider the stiffness and strength of CNT bundles upon the application of hy-
drostatic stress, and loading in the radial direction. In-situ X-ray diffraction studies of
SWN bundles under hy rostatic pressure suggest that the b lk modulus of CNT bundles
lies between 34 GPa [268] and 42 GPa [269]. Although measurements differ depending on
CNT geometry, radial collapse ( ifurcation) or elasti nonlinearity is typically reported for
hydrostatic pressures between 1 GPa and 1.5 GPa [269–271], and the onset of permanent,
irreversible deformation is reported for pressures between 2.9 GPa and 5.2 GPa [269–271].
Predictions for the transverse Young’s modulus of SWNT bundles range from 17 GPa to
63 GPa [272–274].
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of the tube in contact with the membrane surface, pro-
ducing a suspended beam configuration at the nanoscale.
Figure 2(a) shows a SWNT rope of 20 nm diameter
suspended over a 200 nm pore. An atomic force micro-
scope (AFM) operating in air was used to apply a load
to the nanobeams and to determine directly the resulting
deflection [as indicated in the schematics of Fig. 2(b)].
The deflection of a beam resulting from a force applied
midway along its suspended length depends critically on
the boundary conditions, i.e., on the manner in which the
extremities of the beam are attached [13]. If the beam
is simply supported, the slopes at both extremities of the
suspended portion are finite, whereas they are zero if the
beam is clamped. In our case, adhesion of the ropes on
the substrate and between the tubes in a rope was suffi-
ciently strong to prevent any lift-off, providing a clamped
beam configuration [14]. The deflection versus applied
force measurements showed that the nanotube response
was linear and elastic for the range of applied forces (up
to 3 nN). No permanent deformation of the ropes was
detected.
In order to determine the elastic properties from deflec-
tion versus force measurements, we determined the sus-
pended length and the cross-sectional area of the rope.
The former parameter can be determined by comparing
deflection profiles acquired on, and just beside, the sus-
pended rope. As for the latter, it is related to the square
of the height for cylindrical objects such as MWNTs. For
a rope, which can have a rectangular or trapezoidal cross
section, the width must be measured in addition to the
FIG. 2. (a) AFM image of a SWNT rope adhered to the
polished alumina ultrafiltration membrane, with a portion
bridging a pore of the membrane. (b) Schematic of the
measurement: the AFM is used to apply a load to the nanobeam
and to determine directly the resulting deflection. A closed
loop feedback ensured an accurate scanner positioning. Si3N4
cantilevers with force constants of 0.05 and 0.1 Nym were used
as tips in the contact mode.
height. In an AFM image, the apparent rope width is
a combination of tube diameter and tip radius and hence
gives a poor estimate of the actual lateral dimension of the
rope. To solve this problem we calibrated the SWNT rope
profiles with cylindrical MWNT of equivalent diameters
using the same tip, and we selected ropes with nearly sym-
metrical profiles. The exact cross section is intermediate
between a square and a cylinder. In the following, we
assume that the ropes are cylindrical, taking the resulting
error into account in the overall error. In fact, the height
H of a crystalline hexagonal bundle clamped onto the sub-
strate takes discrete values:H ­ 2R 1 a
p
3y2sN 2 1d,
whereN is the number of layers,R is the mean radius of
the SWNT comprising the rope, anda is the lattice con-
stant of the rope [see Fig. 1(c)].H increases therefore in
steps of,1.5 nm, which is in good agreement with our
experimental findings. This fact was used for enhancing
the precision of the measured height for small ropes (3
and 4.5 nm) since the precision of the AFM is limited
to 60.5 nm in our case. The force-deflection results are
summarized in Table I.
From simple considerations, one can expect the elastic
modulus of SWNTs to be of the order of the in-plane
modulus of graphite, i.e., about 1 TPa. The most simple
model for a SWNT rope is to consider the tubes to be
independent of one another: In this case, the elastic
modulus is calculated by applying the usual clamped
beam formula for a single tube with the applied force
divided by the number of tubes in the rope. However,
the modulus deduced in this way would be higher than
10 TPa for our data, far higher than the most optimistic
predictions. Thus SWNT ropes cannot be simply taken
as an assembly of free tubes; rather, the ensemble of tubes
must be considered as one anisotropic beam.
In the general case, deflection of beams involves
both bending and shear deformations. The superposition
principle implies that the total deflection,d is the sum of
the deflections due to bending,dB, and to shear,dS. If
we use the unit-load method for a concentrated loadF,
the deflection at the middle [13] becomes
TABLE I. Diameter D, suspended lengthL, slope of the
force-deflection curveDdyDF, as well as the calculated re-
duced modulusEr and shear modulusG for the SWNT ropes
studied in this work.
D (nm) L (nm) Er (GPa) G (GPa)
60.5 nm 610% DdyDF (myN) 650% 650%
3.0 100 1.0 1310 · · ·
3.0 140 4.0 899 · · ·
4.5 285 9.3 642 · · ·
4.5 180 3.0 503 6.5
6.0 200 1.8 369 2.9
6.0 230 3.0 332 1.7
9.0 180 0.5 189 2.3
13.5 360 0.5 298 2.8
13.5 360 1.0 149 0.9
20.0 370 0.5 67 0.7
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Figure 2(a) shows a SWNT rope of 20 nm diameter
suspended over a 200 nm pore. An atomic force micro-
scope (AFM) operating in air was used to apply a load
to the nanobeams and to determine directly the resulting
deflection [as indicated in the schematics of Fig. 2(b)].
The deflection of a beam resulting from a force applied
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s ction, the width must be measured in addition to the
FIG. 2. (a) AFM image of a SWNT rope adhered to the
polished alumina ultrafiltration membrane, with a portion
bridging a pore of the membrane. (b) Schematic of the
measurement: the AFM is used to apply a load to the nanobeam
and to determine directly the resulting deflection. A closed
loop feedback ensured an accurate scanner positioning. Si3N4
cantilevers with force constants of 0.05 and 0.1 Nym were used
as tips in the contact mode.
height. In an AFM image, the apparent rope width is
a combination of tube diameter and tip radius and hence
gives a poor estimate of the actual lateral dimension of the
rope. To solve this problem we calibrated the SWNT rope
profiles with cylindrical MWNT of equivalent diameters
using the same tip, and we selected ropes with nearly sym-
metrical profiles. The exact cross section is intermediate
between a square and a cylinder. In the following, we
assume that the ropes are cylindrical, taking the resulting
error into account in the overall error. In fact, the height
H of a crystalline hexagonal bundle clamped onto the sub-
strate takes di crete values:H ­ 2R 1 a
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d ­ dB 1 dS ­ FL
3y192EI 1 fsFLy4GA , (1)
whereL is the suspended length,E is the elastic modulus,
fs is the shape factor (equal to10y9 for a cylindrical
beam),G is the shear modulus,I is the second moment of
area of the beam (I ­ pD4y64 for a filled cylinder), and
A is the cross-sectional area. The ratiodBydS increases
with the ratio of beam length to diameter. WhenG and
E are of comparable magnitude, shear effects become
imp rtant only for relatively short beams. In nanoropes,
we expect a non-negligible contribution of shear even
for long be ms, which will increa e the deflection and
lower the apparentE value. In fact, shear becomes an
important contribution whe LyR # 4
p
EyG [13]. The
pure bending formula (d ­ dB) for determiningE will
pply only for long ropes of small iameter.
The effect of shearing is emphasized by the variation of
FL3y192pdD4 as a function of rope diameterD. We call
this paramet r the “reduc d modul s,”Er . As discussed
above,Er is equal to the elastic modulus when shearing
is egligible, whi h is the c se, for example, for MWNT
[6]. In Fig. 3 and Table I, we show the measured reduced
modulus for ten different SWNT ropes with diameters
comprised between 3 and 20 nm. For small long ropes,
we deduce an lasti modulus of about 1 TPa, which is in
agreement with the measurements by electron microscopy
performed by Chopra and Zettl on a single SWNT [15].
Howev r, th reduced modulu dep nds strongly on the
diameter of the ropes, decreasing by more than 1 order of
magnitude from 3 to 20 nm.
In the following, we attempt to model the trend
observed i Fig. 3 usi g th oretical onsiderations. It is
o be expected that the tensile stiffness of the nanoropes
FIG. 3. Measured reduced modulus,Er , for ten different
SWNT ropes with diameters between 3 and 20 nm (circles).
The points corresponding to different ropes of equal diameters
have been shifted by60.2 nm for better legibility. The value
obtained by Chopraet al. [15] for a single nanotube is plotted
for comparison (square). Inset: Shear modulus for large ropes
(D . 4 nm) extracted for the experimental data by assuming
E ­ 600 GPa.
will be similar to that of individual nanotubes. With
this assumption, the elastic modulus normalized by the
cross-sectional area should be the same for all ropes.
However, the shear modulus in ropes may be quite
different from that of single nanotubes, because in the
latter the shear modulus of the tube wall is equal to
the graphitic elastic constantc66 ­ 1y2sc11 2 c12d ­
330 GPa, whereas in the former it will be dominated
by shear between individual nanotubes. As a rough
model, we suppose that individual tubes are arranged in
a 2D close-packed regular array of lattice constant­
2R 1 d [Fig. 1(c)], where d is the intertube distance,
which amounts to,3.4 Å [16]. The cross-sectional
area occupied by each tube isAt ­ a2 cospy6, with a
circumferenceCt ­ 2pR.
To first approximation, the strength of the in-plane
chemical bond is similar for a graphitic plane and for a
SWNT, which has been confirmed by simulations [8,17].
Hence, the in-plane sheet stiffness should be the same
for bulk graphite and for a SWNT. A SWNT that
occupies a cross-sectional areaAt in a rope is equivalent
to a plane of sp2-bonded carbon atoms of widthCt
and “thickness”c, where c is the interplanar spacing
of graphite (c ­ 3.354 Å). We can thus estimate the
elastic modulus of the rope,Erope, by taking EropeAt ­
cCEgraphite, i.e., Erope ­ csCyAtdEgraphite, which yields
a value ofErope ø 600 GPa.
For the shear modulus, if we neglect the shearing
of individual tubes,Grope ­ scnycdGgraphite, wherecn is
the distance between two tube layers (cn ­ a cospy6d
[Fig. 1(d)]. If we takeGgraphite ­ 4.5 GPa (c44 of single
crystal graphite), we obtainGrope ø 19.5 GPa. Note that,
owing to the high nanotube shear modulus, the global shear
modulus of a rope increases compared to planar graphite.
From small diameter long ropes, in which shearing is
negligible, the elastic modulus we measured is in close
agreement with the above model and also with the more
elaborate calculation of Lu [8]. The high value ofE for
the 3 nm ropes is probably due to an underestimation of
the rope area, arising from the uncertainty in the lateral
dimension. We can expectE to be nearly constant for all
ropes, i.e., independent of the diameter, sinceE depends
on the stiffness of the single-walled tubes which compose
the rope. However, we cannot rule out the possibility
that some tubes are interrupted in the middle of the ropes.
High-resolution transmission electron microscopy images
also show that some tubes can be missing in a rope,
producing vacancies in the tube lattice. For this effect
to be significant onE, a large proportion of tubes should
be missing or interrupted. In that case, the rope would be
easily distorted by the AFM tip on the portion lying on
the membrane. The profile and diameter of SWNT ropes
remained unchanged when imaged with different forces,
suggesting that the effect of vacancies onE, if present in
the measured portion of a rope, is rather small.
By taking E ­ 600 GPa, we can extract the shear
modulus for large ropes (D . 4.5 nm) with Eq. (1) as
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Fig. 2.13 (a) Transverse deflection of CNT bundl s u ing an atomic force microscope (AFM)
tip; bundles are laid across a porous substrate. (b) An effective modulus Er as calculated
from the bundle stiffness in transverse deflection and dimensi ns with Eul r bending theory
decreases with increasing bundle diameter due to the low bundle shear modulus. Both images
are reproduced from [264].
Properties of the van der Waals bond between CNT walls and graphitic layers
Measurements of shear yield strength reported in the literature for a variety of graphitic
systems, including between the walls of an individual CNT, between adjacent CNTs within
bundles, and between graphite layers, are summarised in Table 2.1. The introduction of
covalent bonding between CNTs by irradiation may increase the flexural rigidity of CNT
bundles under transverse deflection by up to a factor of 30 [275]. Whilst the bond between
pristine CNT surfaces may yield at a stress of only 0.05 MPa [276], the introduction of
defects in the walls may increase the shear yield stress to 70 MPa [277], and lap shear tests of
the bond between CNT bundles coated with polymers during the chemical vapour deposition
process reveal shear strengths of up to 400 MPa [267, 278]. The bond between adjacent
pristine CNT surfaces with long overlap lengths is expected to lie between 30 MPa and
60 MPa [279]. Theory suggests that the shear strength measured between pristine CNTs
arises due to pinning by defects [280] as opposed to the weak van der Waals bonding alone.
Now consider the van der Waals attraction between CNT walls. The van der Waals forces
between CNT walls are dominated by the contribution of dispersion forces, which are
electromagnetic in origin [291, 292]. Forces of this nature are characterised by a Hamaker
constant A, as derived from Lifshitz theory. This relates to their surface energy γ via the




, with the intermolecular spacing D0 = 0.165 nm [293, 294].
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as the ratio of the critical junction force to 
contact area. Each data point in Figure  4 corre-
sponds to the junction failure force for a par-
ticular experiment. As shown in this Figure, 
the junction slip force does not scale linearly 
with overlap. At small overlap length, below 
 ≈ 250 nm, the junction failure force per unit 
width vs. overlap length can be approximated 
by a straight line (using the least-squares 
method), with a slope of  ≈ 330  ± 80 MPa, 
regarded as the average interface shear 
strength of the junction. Note that the failure 
force for a given overlap length is expected to 
have a statistical variation and this is exactly 
what the experimental data shows. Part of 
this variation can also be attributed to experi-
mental errors, as discussed in the experi-
mental section. 
 Multiscale simulations further reveal the 
dependence of the slip force per unit width 
on the overlap length as shown in Figure  4 . 
At the smallest overlap length studied in the 
simulations (100 nm), the average interface 
shear strength is  ≈ 394 MPa, which drops 
by 23% and 43% as the overlap length is 
increased to 500 nm and 1  μ m, respectively. 
As stated earlier, this loss in the average 
interfacial shear strength is attributed to 
non-uniform distribution of the shear stress 
along the interface. [ 26 ] The magnitude of this 
non-uniformity, predicted by the shear-lag 
model (see discussion below), is reduced at 
shorter overlap lengths. Thus, the higher limit ( ≈ 394 MPa), between the two ends of the bundle junction, the sliding 
between the two bundles was measured to be 
 ≈ 10 nm, consistent with the simulation pre-
dictions on shorter junctions (Figure  3 e). We 
note that while the TEM experimental set-up 
allowed for a much higher image resolu-
tion, the in situ SEM set-up was found to be 
more suitable for investigations of the shear 
interactions between bundles as a function 
of overlap length. Indeed, mounting DWNT 
bundles on the MEMS platform with con-
trolled overlap lengths proved to be diffi cult 
and of low yield. 
 A complete set of in situ SEM-based 
experimental measurements and associated 
multiscale simulation results is presented in 
 Figure  4 . In this Figure, the critical junction 
force (i.e., slip force) is normalized by the con-
tact width to allow for a direct comparison of 
experimental and simulation results obtained 
from shearing bundles with different dia-
meters. Following the multiscale simulation 
results of the bundle interactions, Figure  3 d, 
the contact width between the bundles was 
taken as  ≈ 0.40 of the average of the bundle 
pair diameter. The contact width was also 
used to estimate the average shear strength, 
 Figure  3 .  a) TEM image of two overlapping DWNT bundles mounted on a MEMS testing 
stage. b) High-resolution TEM image of the end of one of the DWNT bundles (from the region 
indicated in (a)). c,d) Side view (c) and cross-section (d) of the coarse-grain model of a bundle 
pair used in the multiscale simulations. The diameter of each bundle is  ≈ 26 nm. e) The SMD 
sliding force as a function of the relative displacement between the two bundles. f,g) The oli-
gomers at the shear surface are well-mixed at zero load (f) and elongate and align when the 
bundle pair is sheared (g). 
 Figure  4 .  Plots of junction critical force vs. overlap length obtained by nanomechanical shear 
in situ SEM experimental and multiscale simulations. The experimental data is shown as indi-
vidual points and the simulation results are plotted as curves. The solid data points correspond 
to bundle junction failure, while the open circles represent bundle failures (in the latter case, 
the strength of the bundles is shown in brackets). The solid and dashed lines represent the 
simulation results with 4- and 8-mer chains, in which the junction has failed. The two broken-
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as the ratio of the critical junction force to 
contact area. Each data point in Figure  4 corre-
sponds to the junction failure force for a par-
ticular experiment. As shown in this Figure, 
the junction slip force does not scale linearly 
with overlap. At small overlap length, below 
 ≈ 250 nm, the junction failure force per unit 
width vs. overlap length can be approximated 
by a straight line (using the l ast-squares 
method), with a slope of  ≈ 330  ± 80 MPa, 
regarded as the average interface shear 
strength of the junction. Note that the failure 
force for a given overlap length is expected to 
have a statistical variation and this is exactly 
what the experimental data shows. Part of 
this variation can also be attributed to experi-
mental errors, as discussed in the experi-
mental section. 
 Multiscale simulations further reveal the 
dependence of the slip force per un t width 
on the overlap length as shown in Figure  4 . 
At the smallest overlap length studied in the 
simulations (100 nm), the average interface 
shear strength is  ≈ 394 MPa, which drops 
by 23% and 43% as the overlap length is 
increased to 500 nm and 1  μ m, respectively. 
As stated earlier, this loss in the average 
interfacial shear strength is attributed to 
non-uniform distribution of the shear stress 
along the interface. [ 26 ] The magnitude of this 
non-uniformity, predicted by the shear-lag 
model (see discussion below), is reduced at 
shorter overlap lengths. Thus, the higher limit ( ≈ 394 MPa), between the two ends of the bundle junction, the sliding 
between the two bundles was measured to be 
 ≈ 10 nm, consistent with the simulation pre-
dictions on shorter junctions (Figure  3 e). We 
note that while the TEM experimental set-up 
allowed for a much higher image resolu-
tion, the in situ SEM set-up was found to be 
more suitable for investigations of the shear 
interactions between bundles as a function 
of overlap length. Indeed, mounting DWNT 
bundles on the MEMS platform with con-
trolled overlap lengths proved to be diffi cult 
and of low yield. 
 A complete set of in situ SEM-based 
experimental measurements and associated 
multiscale simulation results is presented in 
 Figure  4 . In this Figure, the critical junction 
force (i.e., slip force) is normalized by the con-
tact width to allow for a direct comparison of 
experimental and simulation results obtained 
from shearing bundles with different dia-
meters. Following the multiscale simulation 
results of the bundle interactions, Figure  3 d, 
the contact width between the bundles was 
taken as  ≈ 0.40 of the average of the bundle 
pair diameter. The contact width was also 
used to estimate the average shear strength, 
 Figure  3 .  a) TEM image of two overlapping DWNT bundles mounted on a MEMS testing 
stage. b) High-resolution TEM image of the end of one of the DWNT bundles (from the region 
indicated in (a)). c,d) Side view (c) and cross-section (d) of the coarse-grain model of a bundle 
pair used in the multiscale simulations. The diameter of each bundle is  ≈ 26 nm. e) The SMD 
sliding force as a function of the relative displacement between the two bundles. f,g) The oli-
gomers at the shear surface are well-mixed at zero load (f) and elongate and align when the 
bundle pair is sheared (g). 
 Figure  4 .  Plots of junction critical force vs. overlap length obtained by nanomechanical shear 
in situ SEM experimental and multiscale simulations. The experimental data is shown as indi-
vidual points and the simulation results are plotted as curves. The solid data points correspond 
to bundle junction failure, while the open circles represent bundle failures (in the latter case, 
the strength of the bundles is shown in brackets). The solid and dashed lines represent the 
simulation results with 4- and 8-mer chains, in which the junction has failed. The two broken-
line curves represent the DWNT failures obtained in simulations for the 8-mer case at 5 and 
10% strains. 
(a)
Considering this fact, the measured static friction force
might result from the a-C and defects. To confirm this,
a nealing w s used to modify the surface state of CNTs.
A voltage was applied to a CNT bridged between the CNT
cartridge and Si tip; current-induced Joule heating annealed
the CNT. The thermal treatment can remove a-C and defects
from the CNT surface.13) Consequently, the CNT has high
crystallinity. Figure 3(b) shows a TEM image taken after
annealing the CNT in Fig. 3(a). The CNT surface is smooth
and has no a-C. Our group has reported that the CNTs are
highly crystallized by annealing.13) We have measured the
static friction force for CNTs with high crystallinity as a
function of the overlap length of CNTs.
These data are s own s square dots in Fig. 2 he static
friction force of the CNTs is much smaller than that of CNTs
with the low crystallinity. Furthermore, for CNTs with high
crystallinity, the static friction force shows almost no change
with increased overlap length. The average static friction
force is ca. 0.43 nN. This value is comparable to the static
friction force between the inner and outer tubes in




















Fig. 1. (a)–(c) Illustrations showing measure-
ment of the static friction force of CNTs. (a) The
two straight CNTs are selected from the CNT
cartridge, and a CNT is transferred on the Si
cantilever. (b) The Si cantilever is manipulated to
overlap the two CNTs with length of Y . (c) To
measure the static friction force, the Si cantilever is
moved away. The static friction force bends the Si
cantilever. The CNT begins to slide when the
cantilever is bent by x . This x is the maximum
static friction force between the CNTs. The static
friction force is calculated from the bending (x)
using the spring constant of the cantilever. (d) A
TEM image showing that the CNTs are overlapped.
The overlap length (Y ) and diameter of the CNTs
are, respectively, 148 and 7 nm. (e) A TEM image
of the Si tip taken before and after starting of the
sliding. The left and right side tips are, respectively,
the tip positions before and after starting sliding.






















Fig. 2. The static friction force as a function of the overlap length of
the CNTs. The circle and square dots respectively denote CNTs with
low and hig crystallinity. The l w-crystallinity CNT is the as-grown






Fig. 3. (a) A typical TEM image of an as-grown CNT used in this
study by CVD. (b) A TEM image of the CNT after the current-induced
thermal treatment at the CNT in (a).
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Fig. 2.14 Measurement of the shear strength between CNT walls. (a) Lap shear tests on carbon
nanotube bundles; image reproduced from [278]. (b) Lap shear tests between individua
CNTs, reproduced from [277].
Accurate measurements of surface energy may be obtained through use of a surface force
apparatus as illustrated in Figure 2.15a [292, 295], using the jump method as pioneered by
Tabor and Winterton [296]; recent measurements performed on few-layer graphene [295]
have reported surface energies of γ = 0.119 J/m2 and 0.115 J/m2 for few-layer and single-
layer graphene respectively. The surface energy between CNTs and between graphite layers
has been also been measured with a variety of other experimental techniques, including
peeling of CNTs from substrates as illustrated in Figure 2.15b [294] and heat of wetting
experiments on graphit crystals [297, 298]. Data reported in liter ture is summarised in
Table 2.2.
In this study, we use a direct method to measure the surface
energy of graphene synthesized using chemical vapor
deposition (CVD) techniques, commonly proposed for large-
scale production of high-quality graphene.26 We use the term
“direct”, because the experiments consist of two macroscopic
graphenes pulled apart from adhesive contact. The graphenes
are mounted on two cylindrical lenses in crossed-cylinder
orientation, geometrically equivalent to a sphere in contact with
a flat surface, for which the c ntact mechanics is well-know ,
allowing reliable interpretation of the measured pull-off force.
To convert the measured pull-off force into surface energy, the
contact can be described using Johnson, Kendall, and Roberts
theory (JKR),27 as has bee sh wn by others to apply to this
setup.28,29
Because of the use of catalytic metal substrates for the CVD
synthesis, a transfer from the growth substrate to the target
substrate of interest is required. We have previously developed
a clean transfer method in which the graphene interface to be
probed is put in contact with only a Cu-etching sol tion and
ultrapure water in a particle-free atmosphere.30 Therefore, we
measured graphene surface energies in conditions close to the
actual environment of (graphene-based) microdevices fabrica-
tion (e.g., clean room), rather than the surface energy of single
crystal graphene in vacuum.
Th app ratus used for measurem nt of the graphene−
graphene pull-apart force and hence surface energy is a surface
force balance (SFB, also known as surface force apparatus).31
SFBs and other surface force apparatuses have been extensively
used for determining adhesion/cohesion forces, surface/
interface energies, and Hamaker constants for a large variety
of materials and urfaces, including graphite, both in gases a d
liquids.32 In the present work, cylindrical glass lenses (radius,
RL = 1 cm) were first coated with a mirror layer of Au (40 nm
thickness) that e abled the measurement of separation distance
between two such lenses via multiple-beam interferometry.30
Subsequently the Au-coated lenses were covered with an
ultrasm oth and thin layer of hard epoxy (elastic modulus 3.4
GPa28), upon which the graphene sheets (area ∼1 cm2) were
adhered. The graphene-coated cylindrical lenses, mounted with
axes at 90° (crossed-cylinder geometry, equivalent to a sphere
approaching a flat surface) were brought into contact (Figure
1) in air or liquid. They were then slowly pulled apart against
the deflection of a spring with known spring constant kspring.
When the restoring elastic force of the spring was equal to the
adhesive (cohesive) force Fadh, the surfaces suddenly jumped
out from contact to a new rest position, traveling a distance
djump.
The pull-off force was calculated using Hooke’s law: Fadh =
kspringdjump. As long as the surfaces are pulled apart at reversibly
slow speeds, the pull-off force Fadh can be directly related to the








where RG is the radius of curvature of the graphene-coated
surfaces at the point of contact. Note that the radius RG of the
graphenes may be slightly different from the radius RL of the
underlying glass lenses due to small inhomogeneities in
thickness of the epoxy glue layer. This difference is measured
using secondary interferometry within the SFB, so that the
precise value of RG can be used for our calculations.
Using this direct graphene−graphene pull-apart experiment
with well-characterized contact geometry, contact mechanics,
and graphene that is smooth on a macro- and nanoscopic scale,
we find that the surface energy of single layer graphene (SLG)
is γ = 115 ± 4 mJ/m2. For few layer graphene (FLG), we find γ
= 119 ± 3 mJ/m2. We have also measured interfacial energies
between FLG and water and FLG and sodium cholate (NaCh),
finding γ = 83 ± 7 mJ/m2 and γ = 29 ± 6 mJ/m2.
Our res lts will contribute to the physical understanding and
mechanical characterization of graphene as pertinent to a
multitude of current graphene technologies.
Graphene-coated surfaces were fabricated using a modified
version of a pr viously reported procedure,30 designed to
produce clean, large-area (∼1 cm2) SLG or FLG with very
small nanoscale roughness (∼1 nm RMS), glued onto
hemicylindrical glass lenses covered with a template-stripped
layer of epoxy layer with minimum thickness inhomogeneity,
ensuring a correct determination of surface energies within a
single-point contact geometry with RG ≈ RL. Here, we briefly
outline the procedure; further extensive details and character-
ization of the graphene substrates can be found in the
Supporting Information (SI).
Figure 1. (a) Schematic illustration of the crossed-cylinder, single-
contact geometry used for adhesion force measurements with the SFB.
The surfaces are brought into adhesive contact and gradually pulled
apart by a spring with known spring constant kspring until they suddenly
jump out of contact to a distanc djump. The pull-off force is calculated
as Fadh = kspringdjump. (b) Schematic of multilayer geometry consisting
of a smooth sheet of SLG or FLG glued onto epoxy, supported by a
gold-covered silica lens of curvature RL = 10 mm. Because of thickness
inhomogeneity in the epoxy layer (exaggerated in the figure), the
actual surface curvature (RG) differs from RL. (c) AFM height image.
The inset shows the line profile over the line in the image. The RMS-
roughness is 0.7 nm. (d) Optical image of Newton’s rings for a
prepared SFB lens viewed through a 560 nm filter. The y-axis
corresponds to the direction along the lens (y-axis shown in panel a).
The bright/dark fringes correspond to locations of constructive/
destructive interference. The height variation between consecutive
bright fringes is h = λ/2n, where λ = 560 nm and n = 1.593 is the glue
refractive index, giving h = 176 nm over a distance of 4 mm along the
y-axis of the lower lens in (a).
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were recorded to track both the profile f the tube
and the deflection of the AFM antilever. The vertical
peeling forces were calculated by visually tracking
the cantilever deflection and accounting for the offset
angle,R (see Figure 1). After each test, the profile of the
fully separated CNT was comp red with its original
shape to ensure the tube remained straight and did not
change in length. For data analysis after the test, the
peeling angle and cantilever deflection immediat ly
preceding a peel were evaluated and used to calculate
the surface energy of the CNTgraphene interface.
In theory, peeling two layers of graphene as op-
posed to peeling a MWCNT from graphene will benefit
the surface energy calculation by simplifying the
contact width determination. However, we chose
the MWCNTgraphene system for experimental rea-
sons. On the basis of our experience, manipulating
graphene, a 2-D material, is much more difficult
than manipulating a carbon nanotube, which is a 1-D
material. In addition, there are several problems that
could result from using a graphene layer instead of a
carbon nanotube. For example, graphene tends to
form tapered sections with uneven cross-sectional
widths, as highlighted by Sen et al.39 Variable contact
width along the length of the graphene layer could
not be assessed in SEM due to resolution limitations.
An additional challenge could arise pertaining to ma-
nipulation: one would need to ensure that the two-
dimensional graphene sheet adheres well to the
AFM cantilever. Typical methods of adhesion, such as
amorphous carbon deposition, may not work properly
for welding homogeneously along the contact line for
a 2-D material to provide a well-defined boundary
condition. Furthermore, since this study is envisioned
as a test bed for assessing the changes in surface
energy associated with chemical functionalization,
treatment of a monolayer of graphene may reduce
the structural integrity of the layer. Such effects should
not be a drastic for MWCNTs, where the inner shells
should remain intact despite outer surface chemical
functionalization. Therefore, MWCNTs are chosen in
the current study.
The structures of 78 representative MWCNTs were
examined using high-resolution transmission electron
microscopy (HR-TEM) (Figure 2a and Figure 2b). The
number of walls in each tube used in the experiments
was estimated from the HR-TEM characterization f
20 tubes (among the 78 tubes investigated) with outer
diameters similar to those measured in the in situ SEM
experiments. From he TEM images, the outer diameter
and number of walls in each tube were measured from
line scans transverse to themain axis of th CNT. Linear
interpolation of the number of walls as a function
of tube outer diameter provided a statistical basis
for estimating the number of walls within tubes tested
in the SEM.While TEM images of this representative set
showed that some tubes (Figure 2a)were relatively free
of amorphous carbon coating, others (Figure 2b) were
heavily coated. The potential effects of this coating
on peeling behavior are described in the General
Discussion section. Raman spectroscopy was also per-
formed on the tubes to assess the defect density. The
ratio of the D to G peaks (Figure 2c) was approximately
0.1, indicating that the defect density of the tubes was
low. The diameters of individual tubes used in the
in situ SEM tests were measured by calculating the full
width at half-maximum (fwhm) of line scans perpendi-
cular to the main axis of the CNT in the SEM images of
each tube.
Graphene was chosen as the peeling substrate
because it mimics the interaction surface from which
CNTs would peel within dry-spun CNT yarns. A repre-
sentative SEM image of a graphene surface (Figure 3a)
shows copper grain boundaries (thick dark lines) as
Figure 1. In situ SEM peeling setup. (a) Testing schematic. A MWCNT is adhered to a graphene surface at an angle θ with an
offset R, both of which can be characterized directly from SEM images. The stage is then slowly pulled away, causing the
MWCNT topeel from the graphene substrate. (b) SEM imageof aMWCNT carbonwelded to a cantilever tip and in contactwith





Fig. 2.15 Measurement of the van der Waals attraction between graphitic layers. (a) Mea-
surement with surface force apparatus, image reproduced from [295]. (b) Peeling of a CNT
from a graphite substrate to quantify surface energy, image reproduced from [294].
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Table 2.1 Experimental measurements of the interlayer shear strength in graphitic systems.
Method Measured shear strength Reference
AFM tip used to slide a MWNT 4 ± 1 MPa [281]
against a SWNT
AFM tip used to slide a MWNT up to 1.4 GPa [282]
against a SWNT: measurement
of static friction
Telescopic sliding of shells within Static: 0.66 MPa [283]
a MWNT Dynamic: 0.43 MPa
Controlled sliding and pull-out of Static: 0.3 MPa [284]
shells from within an MWNT Dynamic: 0.08 MPa
Interlayer shear strength of 0.48 MPa [285]
graphite
Shearing of graphite layers < 3.3 MPa [286]
Controlled pull-out of shells from 2.6 Pa [287]
a DWNT
Shear strength in crystal 0.25 MPa to 0.75 MPa [288]
graphite Average 4.8 MPa
Sliding of carbon nanotubes on 2 MPa [289]
graphite surfaces
Telescopic sliding of MWNTs Static shear strength < 0.04 MPa [276]
Sliding of MWNTs grown by CVD ≈ 74 MPa [277]
with lap shear test
Sliding of MWNTs grown by CVD 30 MPa to 60 MPa [279]
with lap shear test
Sliding of a smaller inner bundle 7.8 MPa [290]
of DWNTs out of a larger
bundle
Lap shear tests of CNT bundles 330 ± 80 MPa [278]
grown by CVD
32 Literature review
Table 2.2 Measurement and prediction of the surface energy between CNT walls, graphene
and graphite.
Method Measured surface energy (J/m2) Reference
Experiments
Peeling of MWNT from a 0.2 ±0.09 [294]
graphene sheet 0.36 ± 0.16
Depending on assumed contact area
Heat of wetting for graphite 0.260/2 [297, 298]
crystals
Observation of collapsed Range: 0.06/2 to 0.43/2.† [299]
MWNTs, and interpretation Average 0.21/2. †
with elastic analytical model
Thermal desorption spectroscopy 0.34/2 to 0.40/2 † [300]
and calculation assuming pairwise
additivity.
Interlayer pull-out of graphite 0.18/2 to 0.20/2 [301]
sheets (Mode II)
Peeling of a graphite crystal 0.27/2 to 0.36/2 [302]
(Mode I)
Self-retraction of graphite upon 0.330/2 [303]
pull-out (Mode II)
Interfacial sliding of graphite 0.222/2 to 0.232/2 [304]
(Mode II)
Adhesion force with atomic 0.307/2 [305]
force microscopy
Single-layer graphene in dry 0.111 to 0.119 [295]
nitrogen, crossed cylinders with
surface force balance
Few-layer graphite in dry 0.116 to 0.122 [295]
nitrogen, crossed cylinders with
surface force balance
Inferred from elastic strain 0.210/2 to 0.232/2 [306]
energy of a curved graphene
sheet over a blister
Intrinsic friction analysis, 0.14 [307]
microscopic determination of the
Hamaker constant, and solution
from universal distance.




Summation of the Lennard- 0.330/2 [298]
Jones potential
† Converted assuming the areal density of carbon atoms within
CNT walls (i.e. graphene) is 3.82×1019 m−2 [308]
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2.2.3 Microstructure and behaviour of direct-spun carbon nanotube
mats and fibres
Consider the interconnected network of carbon nanotube bundles that comprises the mi-
crostructure of direct-spun carbon nanotube mats and fibres. The shape of the measured
stress-strain response varies with microstructural alignment of the CNT bundle network [72].
The ductility of aligned CNT fibres may be as little as 3% with relatively little yield prior to
failure [54], whereas more isotropic direct-spun materials can exhibit an elasto-plastic stress-
strain response, with hysteresis during unloading, and ductility of up to 0.4 [309]. Examples
of the stress-strain response are given in Figures 2.16a and 2.16b; note the considerable
hardening in the stress-strain response of Figure 2.16a. Interrupted tensile tests reveal mi-
crostructural alignment in the direction of stretch, to which the hardening in the stress-strain
response may be attributed, as shown in Figure 2.17 [310]. Tensile drawing and pressing may
be used to enhance the tensile strength and modulus of the mats [311], as in Figure 2.16b.
Direct spun mats and fibres have a fibrous fracture surface [262], and the ultimate tensile
strength of the fibres is insensitive to the presence of knots [312]. They develop kinks under
bending [312] similar to those observed in polymer fibres of high molecular weight [313].
3.2. Mechanical tests of SWNT fibers
Mechanical tests, in which engineering tensile stress-strain (s-
ε) curves are recorded under uniaxial tension, reveal unique
behavior of our twist-compressed SWNT fibers. A 350 mm-wide,
20 mm-thick fiber exhibits three distinct stages during loading,
including a nearly Hooke's region at the beginning, then a pro-
longed plateau spanning from ε ¼ 2% up to 12%, and finally a linear
region with increased slope until fracture (ε ¼ 12%e23%) with a
tensile strength of 1.7 GPa (Fig. 3a). The plateau corresponds to the
process of re-orientation of SWNTs along the applied force direc-
tion, whereas the rapid increase of stress in the 3rd stage demon-
strates a self-strengthening behavior at large deformation. The
tensile stress-strain response of our SWNT fibers is also similar to
the behavior of polymer fibers and polymeric nanocomposites [32],
which has an initial modulus followed by a yielding point and a
strain hardening period (due to polymer chain alignment) until an
ultimate break point. The stretching of SWNT fibers also results in
tensile performance more like carbon fibers in subsequent tests.
After breaking into two segments, we have loaded one of the seg-
ments again, and obtain a linear s-ε curve with a similar strength
(1.6 GPa) but reduced strain (7.5%). In otherwords, the plateau stage
appeared in the first time loading has disappeared in the second
test. When a fiber samplewas tested twice, the fracture strain at the
second time (ε ¼ 7.5%) is lower than the first time (ε ¼ 23%), which
is similar to the strain hardening behavior inmetals or polymers. As
the tensile strain in the yield stage is mainly caused by the re-
orientation of SWNTs during tension, the first loading has aligned
the initially oblique SWNTs to the degree almost in parallel to the
fiber axis, resulting in reduced strain in the second loading on the
same sample.
Our flattened fibers resist structural disturbance. It is demon-
strated by twisting the fiber once or twice and then fixing the
sample onto grips. Many fibers are susceptible to structural
disturbance (such as twists or kinks) and tend to break prematurely
due to stress concentration. Here, our fibers in twisted status still
Fig. 3. Mechanical properties of twist-compressed SWNT fibers with a compressed final thickness of 20 mm. (a) Static tensile stress-strain curves of a fiber sample for two times,
where a plateau region (SWNT orientation) and a self-strengthening stage with increased slope appear in the first test. (b) Tensile stress-strain curves of a fiber sample fixed
normally, pre-twisted one time or two times, respectively. (c) Cyclic stress-strain curves of three samples (cut from the same fiber) stretched to predefined strains (2%, 10% and 16%,
respectively) and then released. Each strain was tested for 5 cycles. (d) Electrical resistance across the tested fiber segment recorded during tensile loading until fracture. (e) SEM
image of the tested fiber, showing a flat ribbon-like morphology. (f) Close view of the fiber edge with a thickness of about 20 mm. All tests were done at a gauge length of 10 mm. All
stress-strain curves are based on engineering stress calculated by the original cross-sectional area of flattened fibers. (A colour version of this figure can be viewed online.)
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3.2. Mechanical tests of SWNT fibers
Mechanical tests, in which engineering tensile stress-strain (s-
ε) curves are recorded under uniaxial tension, reveal unique
behavior of our twist-compressed SWNT fibers. A 350 mm-wide,
20 mm-thick fiber exhibits three distinct stages during loading,
including a nearly Hooke's region at the beginning, then a pro-
longed plateau spanning from ε ¼ 2% up to 12%, and finally a linear
region with increased slope until fracture (ε ¼ 12%e23%) with a
tensile strength of 1.7 GPa (Fig. 3a). The plateau corresponds to the
process of re-orientation of SWNTs along the applie force direc-
tion, whereas the rapid increase of stress in the 3rd stage demon
strates a self-strengthening behavior at large deformation. The
tensile stress-strain response of our SWNT fibers is also similar to
the behavior of polymer fibers and polymeric nanocomposites [32],
which has an initial modulus followed by a yielding point and a
strain hardening p riod (due to polymer chai alignm nt) until an
ultimate break point. The stre ching f SWNT als results in
tensile performance more like carbon fibers in subsequent tests.
After breaking into two segments, we have loaded one of the seg-
ments again, and obtain a linear s-ε curve with a similar strength
(1.6 GPa) but reduced strain (7.5%). In otherwords, the plateau stage
appeared in the first time loading has disappeared in the second
test. When a fiber samplewas tested twice, the fracture strain at the
second time (ε ¼ 7.5%) is lower than the first time (ε ¼ 23%), which
is similar to the strain hardening behavior inmetals or polymers. As
the tensile strain in the yield stage is mainly caused by the re-
orientation of SWNTs during tension, the first loading has aligned
the initially oblique SWNTs to he degree almo t in parallel to the
fiber axis, resulting in reduced strain in the second loading on the
sa e sample.
Our flattened fibers resist structural disturbance. It is demon-
strated by twisting the fiber once or twice and then fixing the
sample onto grips. Many fibers are susceptible to structural
disturbance (suc s twists or kinks) and tend to break prematurely
due to s r ss concentration. Here, our fi ers in twisted status still
Fig. 3. Mechani al properti s of twist-comp essed SWNT fibers with a compress d final thickness of 20 mm. (a) Static tensile stress-strain curves of a fiber sample for two times,
where a plateau region (SWNT orientation) and a self-strengthening stage ith increas slope ppear in the first test (b) Tensile stress-strain curves f a fiber sample fixed
normally, pre-twisted one time or two times, respectively. (c) Cyclic stress-strain curves of three samples (cut from the same fiber) stretched to predefined strains (2%, 10% and 16%,
respectively) and then released. Each strain was tested for 5 cycles. (d) Electrical resistance across the tested fiber segment recorded during tensile loading until fracture. (e) SEM
image of the tested fiber, showing a flat ribbon-like morphology. (f) Close view of the fiber edge with a thickness of about 20 mm. All tests were done at a gauge length of 10 mm. All
stress-strain curves are based on engineering stress calculated by the original cross-sectional area of flattened fibers. (A colour version of this figure can be viewed online.)
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(a)
Fig. 4 (a) Schematic illustration of repeated stretching–pressing induced high-density aligned CNT sheet. Images (b) and (e) are respectively the
surface morphology and side view of the CNT sheet after step 1; (c) and (f) are for the CNT sheet after step 2; and (d) and (g) are for the CNT sheet
after step 3. Besides, (h), (i) and (j) are the polarized Raman spectra of D and G bands for theCNT sheet, processed after step 1, 2, and 3, respectively.
Fig. 5 (a) Typical tensile stress–strain curves of different CNT sheets. (b) Side-view illustrations of structure evolution of nanotube networks from
original preparation to after stretching and pressing treatment. Tensile fracture illustrations and the morphologies of the CNT sheet: after one-
time stretching (c and e), and after one-time stretching–pressing (d and f).




















































Fig. 2.16 (a) Strain-induced hardening of carbon nanotube fibre and elasto-plastic response
with hysteresis during cyclic loading, reproduced from [311]. (b) The increase in Young’s
modulus and strength due to stretching and pressing, reproduced from [144].
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premature failure of the sample. The elongation percentage or
strain wasmonitored and themachine was stopped at specific
amount of strain. To reduce the elastic spring back of the
network, the sample was maintained on the machine until
the uniaxial force had reduced to a near zero level before
sample removal.
3. Results and Discussion
3.1. Stretching Behavior of Buckypapers
The SEM images in Figure 2 show the microscale evolution
of the CNT networks from random orientation to a densely
packed microstructure, with heavily bundled “ropes” and an
improved alignment degree in the horizontal direction (the
direction of strain). Figure 3 shows the stress-strain responses
during the stretching process of the neat CNT network and
illustrates that the procedure is highly repeatable and
consistent.
Once the uncured polymer materials are impregnated to
the neat CNTsheets (treated sheet), the identical procedure for
applying uniaxial tensile strain is used. Figure 3 shows the
treated CNTsheets experienced a unique stress response with
increasing strain. The two samples with the treatement not
only were able to withstand strain up to 40% but also showed
Fig. 2. SEM images of neat (a-d) MWCNT networks at strains of 0% (a), 10% (b), 20% (c), and 30% (d), and resin-treated (e and f) MWCNT networks at strains of (e) 0% and
(f) 40%. The strain direction in all images is lateral.
R. Downes et al./Strain-Induced Alignment Mechanisms of CNT…
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Fig. 2.17 Microstructure of carbon nanotube mat (a) at 0% strain, and (b) after application of
40% tensile strain. Both images reproduced from [310].
The strength of aligned CNT fibres
Experimental measurements of CNT fibre tensile strength reported in the literature have been
reviewed by Behabtu et al. [209] as a function of CNT length and aspect ratio (the CNT
length divided by the diameter). The tensile strength of CNT fibres was found to increase
with increasing aspect ratio up until a plateau strength. This plateau strength lies much below
the tensile strength of individual CNT walls. Recall that the bond between the walls of
adja e t CNTs i everal orders of magnitude below the tensile strength of the walls, see
Table 2.1, and it is through this bond that stress is transferred between CNTS within the fibre.
It has been suggested that stress within CNT bundles builds up over their length due to shear
lag — when the bundle length exceeds the critical shear lag length [279], the CNT fibre
strength is limited by CNT bundle tensile strength [280]. The failure strength of CNT fibres
with aligned bundle micr structures has been predicted with Weibull statistics and shear lag
theory [314], using bundle tensile strength distributions obtained from tensile tests on CNT
bundles and individual CNTs [7, 266], and measurements of inter-bundle shear strength from
experiment [278, 279]. Two types of CNT fibre were studied: a direct-spun fibre from a
CVD reactor consisting of CNTs with a typical length of 60 µm, and a fibre pun from a
CNT suspension wi h shorter CNTs of 5 µm length. The model predicted a switch in failure
mechanism from progressive tensile failure of individual CNT bundles in the direct-spun
fibre to failure governed by interfacial slip in fibres comprised of shorter CNTs. In broad
terms, predicted failure strengths are close to those easured in experi ent.
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The stress-strain response of isotropic CNT mats
Bundles in direct-spun mats form an interconnected network. In this network, joins are
formed between CNT bundles — either due to the branching of CNTs from one bundle
to another, or where bundles cross each other, see Figure 1.7 in section 1.3. The term
nodal connectivity is defined as the number of network struts (in this case, CNT bundles)
which meet at each joint, or node, within a network of joined struts [225]. Joints formed by
branching are between 3 CNT bundle struts, whilst a joint formed at a location where two
bundles cross one another has a connectivity of 4. Overall, these two types of joint give rise
to an overall nodal connectivity for the carbon nanotube bundle network of between 3 and 4.
Other 2-dimensional random network microstructures which possess a nodal connectivity
in this range deform predominantly due to bending and shearing of the struts that comprise
them, as opposed to axial stretch [315]. The in-plane Young’s modulus of such network
microstructures may be influenced by the following characteristics [316]:
1. Joint properties: The torsional and translational stiffness of the joints between CNT
bundle struts. Do joints between CNT bundles transfer bending moments and axial
forces, or are bundles free to rotate or slip relative to one another upon the application
of macroscopic strain?
2. The average distance between nodes in the network which are connected by a CNT
bundle strut.
3. The mechanical properties of CNT bundles: what is the effect of the low bundle shear
modulus reported in literature?
4. The geometry of CNT bundle struts: how does waviness of CNT bundle struts between
two connected junctions alter the Young’s modulus of the bundle network?
The influence of joint torsional stiffness upon the modulus of a carbon nanotube network was
investigated by Berhan et al. [317]. The differing nature of joints was noted: crossed CNT
bundles, where the presence of contaminants may or may not act as adhesive, joints formed
by CNT exchange from bundle to bundle, or by CNTs themselves branching due to splitting
of their source catalyst nanoparticles during growth. Using Euler beams, the modulus of a
CNT network was simulated as a function of the joint torsional stiffness. The influence of
bond torsional stiffness upon the network modulus was found to be minor.
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Consider the effect of the average distance between two joints in the network which are
linked by a CNT bundle strut. For 2-dimensional networks of low relative density that
consist of enthalpic filaments which deform by Euler bending, this effect has been widely
studied [318]. For such networks, the macroscopic in-plane modulus E scales with the mean
distance between connected nodes within the network lc (where rigid joints are formed)




[318, 316]. This scaling is dimensionally identical to that predict-
ed for honeycomb lattices which also deform due to the bending of the connected struts [225].
Now consider the influence of the weak van der Waals bonds between adjacent CNTs
within bundles upon the network modulus. Experiments have shown that these weak bonds
endow the bundles with a low shear modulus, and thus reduce their transverse stiffness [264].
Simulations in literature of cytoskeletal bundles [319] with similarly low shear stiffness
between fibres indicate that Timoshenko beam theory provides a useful estimation for their
transverse stiffness. It remains to verify the influence of their low shear modulus upon the
macroscopic network modulus.
The influence of bundle waviness in CNT mats was explored by Berhan et al. [320] with
simulation of a cross-linked network of wavy elastic fibres. Whilst the tensile stiffness of
fibre struts may be highly sensitive to waviness [321, 322], its influence upon the predicted
modulus of a CNT mat network was predicted to be relatively minor for waviness ampli-
tudes comparable in magnitude to the diameter of the constituent CNT bundles [320], see
Figure 2.18.
Now consider the uniaxial yield strength in tension of a broadly isotropic CNT bundle
network. The ductile stress-strain response observed during tensile testing occurs at a
flow strength far below the measured tensile strength of CNTs in uniaxial tension. Coarse-
grained numerical simulations of a bundled network of short CNTs reported in literature
[323] suggest that yield occurs due to the relative slip between adjacent CNTs, see Figure
2.19b. Nonetheless, direct experimental observation of the micromechanical deformation
mechanisms remain absent from the literature.
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T is simply 2p/v. Values ofT andA for the ropes sampled
are compiled in Table I. Ropes presenting as mildly curved
circular arcs were modeled as segments of a sinusoid having
largeT/A.
III. EFFECT OF FIBER WAVINESS ON NETWORK
GEOMETRY
We term the fiber length between crossings as a fiber
segment. We note that we use the term ‘‘crossing’’ to indicate
any fiber intersection in the geometry model, and ‘‘bond’’ to
indicate a fiber intersection in the micromechanical model;
use of the latter term indicates some finite torsional proper-
ties assigned to a crossing. The network geometry is speci-
fied by the total number of fiber crossings or intersections,
for a particular fiber geometry. Sinusoidal fibers can be
thought of as infinite, one-dimensional~1D! objects with pre-
scribedv ~or, alternatively, periodT!. Both the mean number
of crossings per fiber, and the mean distance between suc-
cessive intersections along a fiber~i.e., mean segment length!
can be calculated from this idealization, given the total num-
ber of fiber crossings.
In our simulations, random networks of sinusoidal fibers
were generated by depositingNf identical fibers of running
lengthL, phase anglea, centerline inclinationu, and ampli-
tudeA, in a unit cell, as shown in Fig. 2~b!. End pointsxi and
yi , and orientationsu i were randomly generated, and peri-
odic boundary conditions were imposed on the arrays. To
study the effect of increased waviness, period lengthsT were
systematically decreased, holding all other geometric param-
eters constant. Figure 3 shows sample random networks of
100 fibers, each comprised of fibers with amplitudeA
50.05, phase anglea50, running lengthL51, andv54p,
8p, 12p, and 0, respectively.
Kallmes and Corte14 postulated that the number of cross-
ings Nc for random networks of 1D fibers was related to






where curlt is defined as the ratio of the actual~running!
fiber lengthl to the straight distance between its ends. Our
own derivation contradicts this finding, as described in the
following paragraphs.
To allow correlation between this model and our own
using sinusoidal curves, we first define the straight distance






Variable a is the x coordinate of the fiber end point@i.e.,







This relation allows conversion fromv to t, given a fiber
running lengthl; in the present study,l was taken as unity.
Our expression for the relationship betweenv and num-
ber of crossings in a system is briefly described as follows;
we provide a more detailed discussion, and also discussion
of percolative properties of these arrangements, in another
paper.15 We initially consider two fibers of lengthL f , arbi-
trary shape, and random orientation, in an areaA @Fig. 4~a!#.
Each fiber is divided inton straight segments. The probabil-
TABLE I. Data for sinusoidal ropes in~a! HiPCO ~annealed! and ~b! laser-
ablated~unannealed! NT sheet samples measured from SEM images. For
both samples the mean rope diameter was 10 nm. Samples provided by the
NanoTech Institute at the University of Texas at Dallas.















FIG. 3. Networks of 100 fibers ofL f51, A50.05,a50, and~a! v54p ~b!
v58p ~c! v512p ~d! v50.
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waviness. Beyond this value ofg, the straight beam assem-
bly was the most rigid assembly. Forg5p, the normalized
effective modulus of the straight beam case is, of course,
unity, while the corresponding values of effective modulus
for the other cases considered range from 0.0002 forv5p to
0.000 14 forv58p.
B. Network model
In earlier work,1 we had shown that a random fibrous
network of coverage or area fractionH could be adequately
modeled using a two-dimensional~2D! network of Nf
straight beam elements of diameterd randomly distributed in
a unit cell with periodic boundary conditions enforced, pro-
vided that
Nfd52 log~12H !. ~17!
Briefly, the elastic response of a random fibrous network
is largely determined by the total number of fiber crossings,
mean number of crossings per fiber, and the mean distance
between successive crossing along a fiber, or segment
length.14 By equating the mean segment aspect ratio of the
real and simulated networks via Eq.~17!, we are able to
model the response of real materials using 2D network simu-
lations. Since the number of fiber crossings~and thus the
mean segment length! is independent of fiber waviness, as
shown in Fig. 5, Eq.~17! can be applied to networks of wavy
fibers as well.
Two-dimensional networks were generated by placement
of Nf fibers of diameterd, unit length, and random end
points a d orientations, into a unit cell. Periodic boundary
conditions were enforced for all networks. For each combi-
nation of beam diameter, number of fibers, and curvature, ten
networks were generated and analyzed. Each curved beam
was divided into 50 straight segments, which were modeled
as Euler–Bernoulli beam elements of solid circular cross
section. The top boundary of the unit cell was given a dis-
placementdy, and the resultant forceF on the top boundary






Dimensioned values ofEeff were normalized by the fibers’
Young’s modulusE. Four comparisons were made, as de-
scribed in the following paragraphs. In all the plots of net-
work results ~Figs. 8–11!, each data point represents the
mean normalizedEeff for the ten networks of that specific
fiber geometry; error bars represent61s for ten realizations.
~1! A comparison ofEeff versus the ratioA/d, a quantity
determined readily from image analysis of sheets, is
shown in Fig. 8. Constant diameter/fiber length ratios
(d/L50.002) and constant angular frequencies~v
510p! were used. Fiber amplitude was varied (0<A
<0.04). Two hundred fibers were used in each simula-
tion, giving networks of area fraction 33%@per Eq.
~17!#. This area fraction is close to the upper bound
~32%! reported for conventional unaligned NT sheets.1,5
~2! A comparison ofEeff versusT/d, another parameter de-
termined readily from image analysis, is shown in Fig. 9.
Constant diameter/fiber length ratios (d/L50.002), con-
stant fiber amplitude (A50.05) and variable angular fre-
quencies were used to generate the results. Again, the
number of fibers used in each simulation was 200, giving
an area fraction 33% for each network.
~3! A comparison ofEeff versus area fraction is shown in
Fig. 10. Constant diameter/fiber length ratios (d/L
50.002) were used to simulate networks of a range of
area fractions from 10%–50%, with the number of fibers
in each simulation calculated using Eq.~17!. Three fiber
geometries were considered: straight fibers~case 1!, and
wavy fibers having constant amplitude/diameter ratios
(A/d510) and period/amplitude ratios ofT/A510 ~case
2! andT/A55 ~case 3!.
~4! A comparison ofEeff versus area fraction is shown in
Fig. 11. Constant diameter/fiber length ratios (d/L
50.005) were used to simulate networks of a range of
area fractions from 10%–50%, with the number of fibers
in each simulation calculated using Eq.~17!. Three fiber
geometries were considered: straight fibers~case 1!, and
FIG. 7. NormalizedEeff vs intersection angle for two-beam models.
FIG. 8. NormalizedEeff vs A/d showing the effect of reducing fiber wavi-
ness via reduction in amplitude. For all simulations, fiber diameter50.002,
fiber length51, number of fibers5200, andv510p.
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Fig. 2.18 Cross-linked network of (a) straight and (b) wavy enthalpic filaments. (c) The
predicted effect of waviness upon the modulus of crosslinked network of CNTs. All images
are reproduced from [320].
locally bundled microstructures is further loaded in the x direc-
tion, intertube sliding will be initialized inside the bundles due to
the low shear strength.19During this process, the potential energy
from van der Waals interactions is firstly lowered due to the
increasing of contact area, meanwhile the bending energy of
carbon nanotubes decreases as in the bundled nanotubes are
straightened (Fig. 6(c)). Then it increases slightly as the contact
area within the bundle is reduced by shear deformation. The
complexity of the network structure introduces a number of local
minima on the potential energy landscape, which locks the local
motion of nanotubes during network evolution. These locking
events prohibit further formation of one single bundle consisting
Fig. 3 Structural evolution of carbon nanotube networks under tensile loading, with a strain level at (a) 0%, (b) 0.051, (c) 0.456, (d) 0.962, (e) 1.368 and
(f) 1.874 respectively. The colour maps stress amplitude along the tensile direction. The blue colour represents zero or compressive stress, while other
colors indicate the tensile stress state and the red colour corresponds to maximum stress. The network structure is duplicated in the y direction for better
illustration.
Fig. 4 Evolution of intertube distance distribution as uniaxial strain is
applied, which shows distinctly the bundling process corresponding to an
intertube distance of 1 nm.
Fig. 5 (a)–(c) Typical mechanisms of microstructural evolution as
a uniaxial tensile load is applied to the carbon nanotube networks.
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Fig. 2.19 Coarse-grained simulatio of a carbo n otube et ork at strain of (a) 0% and (b)
45.6%. Slip and pull-out occurs between the relatively short CNTs (100 nm length). Image
r produced from [323].
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2.3 CNT-polymer composites
2.3.1 Classes of CNT-polymer composites and their manufacture
CNT-polymer composite classes, their microstructures, and their methods of manufacture are
illustrated in Figure 2.20 and Figure 2.21. They are summarised as follows:
• Suspension Casting: Short CNTs in powder form can be dispersed in molten polymers
or polymer-solvent solutions, often with the aid of surfactants [324] and shear-mixing
[325], see Figure 2.20a. These CNT-polymer suspensions are cast into a mould to
form CNT-polymer composites [326–328]. The content of CNTs in such composites
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Fig. 2.20 Manufacture of CNT-epoxy composites via CNT suspension processing: (a) sus-
pension casting of CNT-polymer suspensions, (b) wet-spinning of CNT-solvent suspensions
into a polymer coagulation bath.
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• Suspension Spinning: CNT-solvent suspensions are formed through sonication, often
with the aid of chemical functionalisation of CNT outer walls, or surfactants. U-
nidirectional CNT-polymer composite fibres may be spun from these CNT-solvent
suspensions by injection of the suspension into a polymer coagulating solution un-
der tension [35, 329, 330], see Figure 2.20b. Heat treatment of the resultant fibre
promotes crystallisation of the polymer matrix around the CNTs. This enhances the
unidirectional tensile strength, modulus and energy to failure of the composite fibres
[330].
• Infiltration & Cure: Buckypaper mats manufactured by the filtration of CNT-solvent
suspensions [331–334], direct-spun CNT mats and fibres [74, 137, 152, 309, 335, 336],
vertically-aligned CNT forests [337] and forest-derived mats and fibres [105, 338–344]
may all be infiltrated with polymer solutions. The subsequent cure of the solution –
either by cooling below the polymer glass transition temperature, solvent evaporation,
or polymer crosslinking, forms CNT-polymer composites, see Figure 2.21.
The reported Young’s moduli and strength of these classes of CNT-based composites
[35, 73, 74, 89, 137, 152, 309, 326–336, 338–345] are assembled in Figure 2.22, along-
side the strength and Young’s modulus of CNT walls [10, 7]. The Young’s moduli and
strength of the CNT composites are much below those of CNT walls [346–349], and are
dependent on the orientation of the CNT reinforcement [350] and CNT volume fraction
[337]. The chart of electrical and thermal conductivity, Figure 2.23, is assembled from data
reported in the literature [14, 334, 345, 351–360]. It reveals that the electrical and thermal
conductivity of CNT composites may be several orders of magnitude below that of individual
CNT walls; electrical and thermal conductivity vary not only within individual CNT-polymer
composite classes, but also between the classes.
Consider the in-plane Young’s modulus of CNT and carbon fibre-polymer composites as a
function of their reinforcement Young’s modulus and volume fraction. The in-plane Young’s
modulus of carbon nanotube composites E as reported in the literature [35, 73, 74, 89,
137, 152, 309, 326–336, 338–345] and in this thesis are compared with those reported for
long fibre carbon fibre composites [361–366] in Figure 2.24. For the sake of comparison,
the Young’s modulus of the composites E is normalised by the Young’s modulus of their
reinforcement ER, and plotted against the reinforcement volume fraction fR. For CNT-
polymer composites, the reinforcement volume fraction is set to equal that of the CNT
bundles: fR = fB. Most quasi-isotropic CNT-epoxy composites have a CNT bundle volume
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Fig. 2.21 Manufacture of CNT-epoxy composites: Infiltration of CNT buckypapers, direct-
spun mats, CNT-forests, and forest-derived mats and fibres.
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Fig. 2.22 The Young’s modulus and strength of carbon nanotube-polymer composites.
is typically in the range 0.60 ≤ fB ≤ 0.70 [309, 335, 368]. The reinforcement Young’s
modulus ER for CNT-based composites and carbon fibre composites is chosen as follows.
For the CNT-based composites, the Young’s modulus E is normalised by that of an individual
CNT bundle, for which the reinforcement Young’s modulus ER is taken to be 680 GPa as
determined in this thesis (see section 3.4). The axial Young’s modulus of a unidirectional
(UD) carbon fibre-epoxy lamina can be two orders of magnitude greater than the transverse
Young’s modulus due to the extreme anisotropy of the fibres. Here, the term “composite
Young’s modulus”, E, is defined as the largest principal value of the modulus tensor. It is
this Young’s modulus, normalised by the Young’s modulus of the carbon fibres as used in
each separate study [361–366] that is plotted in Figure 2.24 as a function of reinforcement
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Fig. 2.23 The electrical and thermal conductivity of carbon nanotube-polymer composites.
Voigt and Reuss bounds are included in Figure 2.24, based upon a reinforcement Young’s
modulus of 680 GPa, and a matrix Young’s modulus of 3 GPa. The knockdown in macro-
scopic Young’s modulus from the Voigt bound is sensitive to composite microstructure. The
Young’s modulus of unidirectional (UD) carbon-fibre reinforced polymer (CFRP) composite
is close to the Voigt bound, whilst the Young’s modulus of a quasi-isotropic planar CFRP
laminate lies below it by a factor of about 3 due to the presence of reinforcement fibres
oriented away from the principal direction. Note that the modulus of the unidirectional
forest-drawn CNT-polymer composites are below the Voigt bound by more than a factor of 2,
whilst those measured from composites of direct-spun CNT mats lie on average more than a
factor of 3 below those drawn from forests.
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Fig. 2.24 The Young’s modulus of carbon nanotube-polymer composites and carbon fibre-
polymer composites normalised by the reinforcement Young’s modulus, and plotted against
the reinforcement volume fraction.
2.3.2 Interaction between CNTs and polymer matrix
The results of pull-out tests upon CNTs or CNT bundles embedded in polymer matrices
are recorded in Table 2.3. The interfacial shear strength is calculated based upon the CNT
diameter, embedded length, and measured load. Note that the strength of the bond can be
several hundred MPa, and varies widely, even for relatively similar polymer matrices. The
influence of interfacial shear strength upon the mechanical properties of fibre composites is
well documented in the literature. Fibre composites may undergo a transition from ductile to
brittle failure as matrix shear strength is increased [369], and the high toughness of many
natural fibre or tablet-based composites (for instance nacre or keratin) arises due to evolved
control of the inter-particle shear strength and reinforcement particle dimensions [279, 370].
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Table 2.3 Pull-out experiments on CNTs embedded in polymer matrices
Matrix & Diameter Interfacial Shear Fracture Embedded Reference
CNT Type (nm) Strength (MPa) Energy (J/m2) Length (µm)
DWNT 2.0 202-628 1.07 - 1.50
Epoxy 3.2 130-270 0.29 - 0.40 0.06 - 1.2 [371]
Epon 828 4.2 96-151 0.29 - 0.40
MWNT 64.0 1.84
0.05 - 0.25 1.25 - 8.22 [372]
Epoxy 94.4 11.17













MWNT 8.2 376 26.4
Epoxy 11.0 318 36.9
Araldite 24.0 35 8.2 [373]
LY 564 13.4 38 0.9
13.4 77 5.35
24.0 91 5.54
SWNT 11.6 366 25.5 [373]bundle
MWNT
80±30 30.0 0.3 - 3.2 [374]Epoxy
Poxipol
MWNT 5 - 10 45 - 130 22 - 68
0.001 - 0.060 [375]Polyethylene 15 - 20 0 - 60 7 - 22
Butene 20 - 25 20 - 60 5 - 14
30 - 35 10 - 18 2 - 7
MWNT
32-136 47 0.040 - 0.070 [376]Polyethylene
Butene
MWNT 140 6.9 4.8
[377]






PEEK 97 7.1 4.0
heated 573K 91 6.1 4.9
1 hr, at 1MPa 74 8.3 2.6
61 14.0 4.3
140 10.0 3.9
DWNT 2.0 Av. 68, Max. 372 0.5 - 0.8
0.210 - 1.45 [378]PMMA 3.1 Av. 44, Max. 155 0.135 - 0.215
4.2 Av. 32, Max. 85 0.054 - 0.087
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Studies of the molecular arrangement of polymer molecules surrounding carbon nanotubes
have revealed that polymer chains may form a crystalline layer upon the exterior of CNT
bundles — either as a periodic, lamellar structure [5], or as a uniform crystalline layer with
the molecular orientation parallel to the CNT longitudinal axis [330] or perpendicular [379]
to it as a transcrystalline layer. Upon composite fracture, CNTs or CNT bundles pulled from
the bulk matrix often remain coated with a polymer layer [330, 380]; this phenomenon has
also been observed in composites of direct-spun CNT fibres and epoxy [74].
probability that a nucleus will reach the critical size and is
determined by Eq. (2).
Kg ¼ 4b0ssseT0m=kDh ð2Þ
where b0 is a new crystal layer thickness, ss is the lateral sur-
face free energy, se is the fold surface free energy, and Dh is
the enthalpy of fusion.
For polymer transcrystallization at the fiber surfaces, the
second exponential term in Eq. (1) dominates over the first
one [27]. Therefore, the growth rate of transcrystals depends
on 1/(TDT ). Fig. 5b is the plot of log G against 1/(TDT ).
The linear function relationship was found. With a slope of
1.29 105, we obtained a Kg of 2.97 105. For a-form crys-
tals of polypropylene [27], b0 is 0.626 nm, T
0
m is 458 K, Dh is
209 J g1. From these values and Eq. (2), the value of ssse was
estimated to be about 7.47 104 J2 m4. In a-form crystals
of polypropylene [27], a typical value of ss is
1.1 102 J m2. Thus, we obtained se of 6.8 102 J m2.
This is consistent with the values (4e11 102 J m2) ob-
tained for transcrystals of polypropylene induced by carbon
or Kevlar fibers [28].
Fig. 6 shows a typical 2-D WAXD pattern and its corre-
sponding integrated radial scan of the only transcrystalline in-
terphase. The intensities of rings in the 2-D WAXD pattern are
not circumferentially uniform, demonstrating some preferred
orientation. The main peaks of the radial scan located at
2q¼ 14.2, 17.1, 18.7, 21.1 and 22.2 are indexed as
(110), (040), (130), (111) and (041) reflections, respectively,
which are based on the a-form monoclinic packing of polypro-
pylene [29,30]. There are additional WAXD reflections at
2q¼ 15.0 and 20.2, unique to g-form crystals in polypropyl-
ene [31], and are indexed as (113) and (117), respectively. The
presence of g-form transcrystals in the CNT fiber/polypropyl-
ene composite under atmospheric pressure is very interesting,
Fig. 3. Optical micrographs of transcrystalline interphases for polypropylene
surrounding the CNT fibers isothermally crystallized at 125 C: (a) a single
CNT fiber and (b) two CNT fibers.
Fig. 4. Optical micrographs under cross-polars of transcrystal developments for polypropylene surrounding the CNT fiber at 122 C for different times: (a) 0.5 min,
(b) 1 min, (c) 2 min, (d) 3 min, (e) 4 min, and (f) 8 min.
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between polymer chains introduces more chain resistance
upon stretching and may also result in the greater
mechanical improvement as observed for the F-B fibers.
A schematic illustrating the PVA chain morphology in
the vicinity of SWNT for both the F-A fiber (no interphase)
a d F-B fiber (interphase pre ent) is shown in Figure 5.
Without the interfacial crystallization presence (Figure 5a),
voids may exists between the matrix interface at the
surface of the SWNT. This may be due to the polymer semi-
crystalline morphology which consists of both unevenly
distributed folded-chain crystals and amorphous chains.
The presence of voids will decrease the contact area
between PVA chains and SWNT, lower the stress transfer
efficiency from polymer matrix to the SWNT dramatically,
and result failure due to delamination at the bulk polymer/
SWNT interface (Figure 1b).
On the other hand, when interfacial crystallization is
present (Figure 5b), the interphase regions consisting of the
compact PVA crystal structure (based on the WAXD data)
provides closer and more complete contacts with SWNT
that may allow for more efficient stress transfer. The
presence of voids is most likely between the highly
crystalline interphase and the semi/crystalline bulk
polymer interface. However, the transition from PVA
crystalline interphase regions to semi-crystalline PVA
regions may be more natural (i.e., PVA chain in both
regions can interlock with each other) as compared to the
transition from SWNT surface to the polymer chains due to
the different energy states of PVAand SWNT. Therefore, the
voids for the latter case may be smaller than the former
case, and result in fiber failure between the crystalline
interphase and bulk/polymer interface (Figure 1d).
Based on the X-ray and SEM evidence, it is clear that in
addition to presence of bulk-PVA the interphase-PVA is also
predominant throughout the F-B fiber. To determine the
effect of this templated polymer structure on themechani-
cal properties in the composite, additional theoretical
analysis for the modulus of the F-B PVA/SWNT fiber is
performed. This is done by modifying Equation 2. The
theoretical contribution of the interphase-PVA is deter-
mined using
Yc ¼ VPVAYPVA þ V interphaseY interphase ð8Þ
where Vinterphase is the volume fraction of the PVA
interphase in the vicinity of the SWNT. YPVA and Yinterphase
are the Young’s modulus of the PVA control fibers
(i.e., bulk PVA) and fully crystalline (i.e., interphase PVA),
respectively. The volume fraction of the interphase-PVA is
calculated using the crystal size obtained fromWAXD and
SEM data assuming the each SWNT bundle is uniformly
c ated by interphase PVA, and was determined to be
38.32%. Yinterphase was taken to be 255 GPa, and this
value is based on experimental X-ray analysis for fully
crystalline PVA along the axial direction.[41] X-ray analysis
in this work confirms that the interphase PVA is fully
crystalline and oriented in the fiber. To determine the
contribution of the interphase PVA, the SWNT bundle
is considered tobeavoid (Figure6a). Therefore, themodulus
contribution of the interphase PVA is calculated to be
97.7 GPa. Using this calculation, the overall composite
modulus is estimated to be 109.7 GPa. This is below
the real composite average modulus of 119 GPa. For this
reason, it is determined that in addition to role of the SWNT
as a template for PVA interphase crystallization, the CNT
also play a role in reinforcing the PVA in the composite.
Figure 5. Schematic depicting the interfacial structure in a (a)
PVA/SWNT fiber displaying no interphase structure (F-A fibers),
where voids may be present between the SWNT surface and
semi-crystalline polymer matrix; and (b) PVA/SWNT fiber
displaying interphase structure (F-B fibers), where void
presence is reduced between the SWNT surface and interphase
polymer due to PVA crystalline interface.
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Fig. 2.25 Detail of the interphase region surrounding CNTs in olymer composites: (a) Image
of a transcrystalline polymer interphase layer, reproduc d fr m [379], (b) suggested la ellar
structure of the interphase layer in PVA-SWNT fibres, reproduced fr m [330].
2.3.3 The relationship between epoxy filtration nd mechani l prop-
erties of direct-spun mat-epoxy composites
Upon infiltration and cure of an epoxy matrix, the tensile strength and Young’s modulus
of highly aligned direct spun CNT fibre-epoxy composites is close to that predicted by a
Voigt bound based upon the Young’s modulus of the fibre u ed as reinforcement, the matrix
Young’s modulus, and the respective volume fractions of the reinforcement fibre and matrix
[74]. In contrast, the tensile strength of composites manufactured via infiltration of broadly
isotropic direct-spun CNT mats may increase by up to a factor of 2 [381], which is well
beyond the prediction arising from a Voigt bound similarly based on the properties of the
direct-spun CNT mat reinforcement and polymer matrix. The micromechanical origin of this
synergistic increase upon polymer infiltration and cure remains unclear — as is the role of
any polymer layer upon the bundles of enhanced strength and modulus.
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when this annular coating is touched by an AFM tip; and
(iv) the presence of multiple layers of polymer sheathing
adhered to a MWCNT pulled from the composite fracture
surface. An understanding of this polymer sheathing phe-
nomenon and its impact on the physical properties of the
interphase region will be critical as methods to quantitatively
characterize the nanotube-polymer interface in these systems
are developed.
The MWCNTs used in this study were produced at the
University of Kentucky by thermal chemical vapor deposition
of a xylene-ferrocene feedstock at 700°C in a quartz tube
furnace; a detailed discussion of this process is given
elsewhere.9 For the preparation of MWCNT-reinforced
polycarbonate composites at RPI, Bisphenol A polycarbonate
(Lexan 121, General Electric) was chosen as the polymer
matrix due to its relatively high melt flow index. MWCNTs
were dispersed in tetrahydrofuran (THF) by ultrasonication
in an ice water bath for 3 h. Polycarbonate pellets were dried
at 125°C for 2 h, followed by separate dissolution in THF.
The MWCNT dispersion and the polycarbonate solution were
then mixed together and ultrasonicated for an additional hour.
This mixture was then dropped into stirred methanol causing
precipitation of the composite material. The composite
material was dried at 70°C under vacuum for 3 h and then
melted at 270°C in order to eliminate any residual crystal-
linity in the polymer. Dog-bone-shaped samples were
prepared using a DACA injection molding machine with a
barrel temperature of 290°C, a mold temperature of 140°C,
and an injection pressure of 862 kPa. The dimensions of the
samples were 25.0× 4.0× 1.5 mm3 (sample length, width,
and thickness, respectively). Samples with 2 wt % MWCNTs
(sample 2A) and 5 wt % MWCNTs (sample 5A) were fab-
ricated. THF and methanol (Aldrich) were used as received.
The fracture surfaces studied here resulted from macroscale
tensile tests of the above samples at room temperature. (The
results of these tensile tests will be described elsewhere.10)
The fracture surfaces were coated with a thin layer (∼5 nm)
of gold (Sputter Coater 208 HR, Cressington Scientific,
Cranberry Twp, PA) to allow subsequent scanning electron
microscope (SEM) study at Northwestern, using both Hitachi
S4500 and LEO 1525 FEG SEMs. (The gold coating
thickness is subtracted in the analysis of the polymer sheath
thickness below, when applicable.) Nanomanipulation ex-
periments were performed in the Hitachi SEM using a home-
built nanomanipulator that can probe, select, and handle
nanometer-scale structures, and has been used for a variety
of nanoscale mechanical and electrical experiments.11 Silicon
cantilevers (NSC12, MikroMasch USA), with nominal
lengths of 300 and 350µm and nominal force constants of
0.30 and 0.35 N/m, respectively, were mounted on the
nanomanipulator and served as the manipulation tools. The
entire experiment is video-recorded via SEM video output,
and later digitized for subsequent data analysis. A LEO 1525
SEM was used to obtain additional sample images at higher
resolution.
SEM images of the nanomanipulation experiment and the
fracture surface of the carbon nanotube-polycarbonate
composite are shown in Figure 1. Such images revealed that
the structures protruding from the fracture surface seemed
to have larger diameters than the as-grown MWCNTs used
in the sample preparation, and in many cases resembled a
thin tube partially covered with a thick coating. These
observations suggest that the structures protruding from the
fracture surface were not pure carbon nanotubes but rather
MWCNTs covered with an adhered layer of polycarbonate.
This hypothesis is consistent with the diameter distributions
measured via SEM image analysis for the as-received
MWCNTs and those “apparent” MWCNTs projecting from
the composite fracture surface shown in Figure 2.12 In
addition, Figure 2 shows the diameter distribution on the
composite fracture surface for MWCNTs treated with butyl
glycidyl ether (BGE, Miller Stephenson, Danbury, CT) short
chain linkers prior to composite fabrication to enhance
nanotube-polymer interaction.13 This chemical functional-
ization led to an additional increase in the average apparent
diameters of nanostructures protruding from the fracture
surface in comparison to the unfunctionalized MWCNTs.
While these initial results for the functionalized MWCNTs
Figure 1. (a) Far-field SEM image of the nanomanipulation
experiment inside the Hitachi S4500 SEM. (b,c) High-resolution
images (LEO 1525) of nanotube structures coated with a polymer
sheath protruding from the MWCNT-polycarbonate fracture
surface. The inner and outer diameters of the polymer sheaths are
46 and 151 nm in Figure 1b and 41 and 166 nm in Figure 1c,
respectively.
Figure 2. Cumulative percentage of SEM diameter measurements
versus tube diameter for as-received MWCNTs (A), unfunction-
alized MWCNT-PC composite fracture surface (B), and BGE-
functionalized MWCNT-PC composite fracture surface (C).
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Conclusions
The work has shown that it is possible to fabricate
aligned composites using carbon nanotubes which
show mechanical enhancement in proportion to the
volume fraction of the nanotubes added. The prop-
erties reported for samples using condensed CNT
fibres are amongst the best seen for nanotube–epoxy
composites. Aligned CNT mats, which show reduced






























Figure 14 a Work of fracture diagram of the pure epoxy, CNT-
and T300-reinforced composites tested in three-point bending, and
b–d show nanotube bundles ‘‘bridging’’ subsidiary cracks seen
near to the tensile surf ce of a CNTF bend specimen. *Note that
the CNTM-composites test stopped due to reaching maximum rig
deflection for the thinner sample used. The work of fracture is
likely to be considerably greater than the 8 J/g measured up to
5.5 % strain.
(a) (b)Figure 15 a Evidence of pull-
out of CNT bundles coated
with epoxy matrix also
participating in the pull-out
process, and b failure of the
T300-composite where carbon
fibres rather delaminate and
epoxy matrix breaks in a brittle
manner.
10022 J Mater Sci (2016) 51:10005–10025
(b)
Fig. 2.26 CNT-sheathing in polymer composites: (a) Pull-out of a single CNT coated with an
interphase layer in a polystyrene matrix, reproduced from [380]; (b) polymer sheathing of
CNT bundles in composites of direct-spun CNT mats and epoxy, image reproduced from
[74].
Micromechanical models of the CNT-polymer composite microstructure often assign CNTs
elastic properties which are based upon t eir properties in uniaxial tension. Micromechan-
ical simulations of CNTs embedded in an epoxy matrix have illustrated the influence of
CNT waviness upon the elastic Young’s modulus of CNT-polymer composites [350], and
the use of short-fibre theory provides a useful prediction for the modulus of CNT-polymer
composites containing separated carbon nanotubes of length between 0.5 µm and 2 µm [367].
Nonetheless the CNTs within direct-spun mat-epoxy composites appear to remain within
a bundled network before and after the infiltration and cure of an epoxy matrix [74, 381],
and the effects of this microstructure upon the macroscopic properties of the CNT-polymer
composites remain unexplored.
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2.4 Fluid processing of CNTs
2.4.1 The interaction between CNTs and fluids
Early researchers anticipated that CNTs would be “super straws”, with their nano-sized
dimensions enabling fast transport of fluids due to capillary effect [382–384]. Molten metals
may be introduced into the interior of CNTs by annealing [385], electrowetting [386], or
due to surface tension alone [387]. Experiments and contact-angle calculations indicate
that liquids flow into the centre of CNTs without other stimuli (for instance electrically-
induced forces or external hydrostatic pressure) when the surface tension of the liquid is
below approximately 0.18 Jm−2 [388]. In-situ microscopy has shown that water condensates,
evaporates and may be transported within CNTs [389], see Figure 2.27a; the pressure-driven
flow rate of water and solvents such as ethanol, iso-propanol, hexane and decane through
CNT membranes in line with the CNT longitudinal direction far exceeds predictions of
the Hagen-Poiseuille equation, and does not decrease with increasing solvent viscosity
[390, 391]. CNT networks are permeable through the gaps between CNTs and in some cases
also through their interiors [383]. The wettability of CNT walls is sensitive to the degree of
graphitisation; CVD-grown CNTs may be wetted by water, depending on the crystallinity of
the graphitic lattice comprising their outer wall [392].
closed CNTs showed no meniscus formed because water did
not penetrate inside the tube.
A sequence of ESEM images taken under different
pressures from the closed end of the tube shown in Figure
2a shows condensation of water inside the tube (Figure 3).
Surface tension after the formation of a thin film of water
inside the tube applies a force to the walls that is sufficient
to change the tube shape slightly (Figure 3a). Small bubbles
may eventually be trapped in the liquid (Figure 3b,c). The
process of condensation and evaporation of water inside the
tubes is fully reversible and can be repeated multiple times.
Figure 4 shows the change in meniscus shape and size in
response to pressure at a constant temperature of 4°C. The
dynamics of this process for the water plug with a volume
of approximately 10-17 liters (10 attoliters) was recorded on
video (Supporting Information) and can be quantitatively
analyzed. Measured contact angles of the water with the CNT
internal walls shown in Figure 4a are comparable to the ones
predicted for H-terminated graphite.21
Figure 4 was obtained at a scan rate of 33.2-66.4 ms for
image clarity. As a result, there is a lag in the imaging of
these dynamic processes, and the liquid phase seems to
decrease as pressure increases. In addition, although the
cooling stage is maintained at a constant temperature of 4-5
°C, CNTs have a high thermal conductivity and are quickly
heated by the electron beam under the prolonged, continuous
observation at high magnification and slow scan rates in the
ESEM. Because of CNT heating under the electron beam, it
is possible that water evaporation can occur even when the
conditions dictate condensation.
It is evident in Figure 4 that the menisci observed within
the CNT are asymmetric. This could be attributed to the fact
that the pores in the Al2O3 membrane are not perfectly
circular, as shown in Figure 1b.17 This gives the CNT a
nonuniform cross-sectional shape and could be the reason
for the distorted shape of the meniscus. The slow scan rate
at which the image was taken could also contribute to the
distortion of the meniscus. However, the distinct difference
in the meniscus shape on the left and right sides, which is
reproducible from cycle to cycle (compare Figure 4a and e,
which are almost identical), suggests that the closed end of
the tube and presence of liquid at the tube tip (Figure 3b,c)
led to different pressures on different sides of the water plug.
Pinning of the plug to the hydrophilic tube walls has been
demonstrated for hydrothermal nanotubes4 and can explain
why the plug deforms instead of just moving under the
pressure gradient.
In the case of hydrothermal nanotubes, the rapid heating
of liquid inclusions by the electron beam caused the
formation of a complex interface between the liquid and the
gas inside the nanotube. Movement of this interface occurred
as a result of bubble formation in the bulk liquid. Basically,
liquid inclusions were pinched-off between the gas bubbles,
creating a wavelike pattern within the nanotubes. In addition,
interface deformation by peeling of the graphite layers on
the inner wall of the nanotubes was observed. This behavior
was most likely caused by the strong attraction between the
hydrophilic walls of the hydrothermal nanotubes and the
Figure 4. (a-e) ESEM images showing the dynamic behavior of
a water plug close to the open end of the tube shown in Figure 2a.
The meniscus shape changes when, at a constant stage temperature,
the vapor pressure of water in the chamber is changed (a) 5.5 Torr,
(b) 5.8 Torr, (c) 6.0 Torr, (d) 5.8 Torr and (e) 5.7 Torr, where the
meniscus returns to the shape seen in (a). The asymmetrical shape
of the meniscus, especially the complex shape of the meniscus on
the right side in (a, e), is a result of the difference in the vapor
pressure caused by the open left end and closed right end of the
tube. (f) TEM image showing a similar plug shape in a closed CNT
under pressure.
Figure 3. ESEM images showing the condensation of water at the closed end of the tube shown in Figure 2a. Condensation starts at the
walls of the tube (a) and the volume of liquid grows with increasing time or pressure (b, c). Two bubbles can be seen trapped insid the
liquid.
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draw CNTs together. One might suggest 1,3- ropanediol as an
alternative of ethylene glycol, as it has only an additional ACH2-
group. Unfortunately, its viscosity (52 cP) strongly limits the infil-
tration into the CNTs. For glycerine that has the largest viscosity,
the strength decreases more. However, its three OH groups still en-
sure a certain treng hening as comparable to ethanol. Notice that
we also tried the infiltration of acid solvents and observed a certain
mechanical enhancement. Nevertheless, we will not discuss the
mechanism as the strong H+ concentration might modify signifi-
cantly CNT surfaces.
The polarity dependence can be clearly seen from the polar
aprotic solvents which have rare hydrogen bondings. After infiltra-
tion, the local dipole moments of solvents might induce dipole mo-
ents on CNTs, resulting in an attra tive binding energy which can
be calculated according to Eq. (1). Following this we have tried dif-
ferent polar aprotic solvents. The fibre strength goes up monoton-
ically with increasing the dipole moment (Fig. 2). Due to their large
dipole moments of 3.86–4.09 D, DMF, DMSO, and NMP improved
the tensile strength up to 1.14–1.35 GPa, higher than the ethanol
infiltration (1.08 GPa). However, for acetone whose molecular
structure is similar to DMSO, its dipole moment is 1 D smaller
and the infiltration result was only 1.03 GPa. The results of ethyl
acetate and acetonitrile also agree very well with the polarity
dependence. Although their surface tensions are as small for effi-
cient wetting, the small dipole moments of 1.88 and 3.44 D limit
the capillary forces.
There is a popular belief that faster evaporation results in a lar-
ger capillary force and leads to a higher level of CNT densification.
Therefore not only did easy volatile solvents be often used, but also
heating treatment was used to increase the evaporation rate
[11,23]. However, it is still not easy to observe the heat-assisted
additional improvement of fibre strength. For example, Fig. 3
shows exactly the same results by evaporating infiltrated ethanol
at room temperature and at >60 C, respectively. (Some fibre
strengths were higher than those in Fig. 2 because the fibres mea-
sured here were spun from dozens of spinnable arrays.) From the
fact that heating a liquid decreases its surface tension and viscos-
ity, we believe that the polarity is the most important parameter
to densify CNTs.
Fig. 4 provides the scanning electron microscopy (SEM) images
of solvent-densified CNT arrays. This is the direct evidence of dif-
ferent levels of densification. Ethanol and acetone are very easy
to vaporize and it took only sec nds to fully densify CNTs. The den-
sified CNTs formed a meshed structure with uniformly distributed
empty rooms, see Fig. 4a and b. When NMP and ethylene glycol
were used, the full densification nearly took 60 min due to the slow
evaporation rate. However, the empty rooms in the final meshed
structure shown in Fig. 4d and e were much larger than the previ-
ous ones. Clearly, rapid evaporation must not result in high densi-
fication. Rapid evaporation draws CNTs closer at different places to
form small and localized densification. However, the localization
makes the global densification difficult, but leads to the tiny holes
with sizes varying from several to 100 lm. Fig. 4d shows that as
the dipole moment increases, the level of densification becomes
higher. The highest densification was found for ethylene glycol
whose mol cule has wo polar terminations. The extremely large
 0
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Fig. 3. Fibre strength, modulus, and strain at break by using ethanol infiltration















Fig. 4. SEM images of CNT densification by ethanol (a), acetone (b) and (c), NMP (d), and ethylene glycol (e) and (f), respectively.
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be calculated according to Eq. (1). Following this we have tried dif-
ferent polar aprotic solvents. The fibre str ngth goes up monoton-
ically with increas ng the dipole moment (Fig. 2). Due to their large
dipole m ments of 3.86–4.09 , DMF, DMSO, and NMP improved
the ensile strength up to 1.14–1.35 GPa, higher than the ethanol
i filtration (1.08 GPa). However, for acetone whose molecular
structure is similar to DMSO, its dipole moment is 1 D smaller
and the i filtration result was only 1.03 GPa. The results of ethyl
cetate and acetonitrile also agree very well with the polarity
dependence. Although their surface tension are as small for effi-
cie t wetting, the small dipole m ments of 1.88 and 3.44 D limit
the capillary forces.
There is a popular belief that faster evaporation results in a lar-
ger capillary force and leads to a higher level of CNT densification.
Therefore not onl did easy volatile solvents be often used, but also
heating treatment was used to increase the evaporation rate
[11,23]. However, it is still not ea y to observe the heat-assisted
dditional improvement of fibre strength. For example, Fig. 3
shows exactly th same results by evapora ing infiltr ted ethanol
a room emperature and at >60 C, r spectively. (Some fibre
trengt s w re higher tha those in Fig. 2 because the fibres mea-
sured here were spun from doze s of spinnable arrays.) From the
fact hat heating a liquid decreases its surface tension and viscos-
ity, we believ that the polarity is the most im ortant parameter
to den ify CNTs.
Fig. 4 provides the scanning ele tron microscopy (SEM) images
of solvent-densified CNT arrays. This is th direct evidence of dif-
ferent level of densification. Ethanol a d c tone are very easy
to vaporize and it took nly seconds to fully densify CNTs. The den-
sified CNTs formed a meshed structure with uniformly distributed
empty rooms, see Fig. 4a and b. When NMP and ethylene glycol
were used, the full densification nearly took 60 min due to the slow
evaporation rate. However, he empty rooms in the final meshed
structure shown in Fig. 4d and e were much larger than the previ-
ous ones. Clearly, rapid evaporation mu t not result in h gh densi-
fication. Rapid evaporation draws CNTs clos at different places to
form small and localized densification. However, the l calization
makes the global densification difficult, but leads to the tiny holes
with sizes varying from several to 100 lm. Fig. 4d shows that as
the dipole moment incr as s, the level of densification becomes
higher. The highest densification was found for eth lene glycol
whose molecule has two polar terminations. The extremely large
 0
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Fig. 3. Fibre strength, modulus, and strain at break by using eth n l infiltration















Fig. 4. SEM images of CNT densification by ethan l (a), acetone (b) and (c), NMP (d), and ethylene glycol (e) and (f), respectively.
S. Li et al. / Composites Sci nce and Technology 72 (2012) 1402–1407 1405
(c)
Fig. 2.27 (a) Water inside a nanotube, reproduced from [389], CNT fibres after infiltration
and evaporation of (b) NMP and (c) ethylene glycol, reproduced from [73].
2.4.2 The effect f solvent infiltration upon direct-spun mat properties
Solvent infiltration of direct-spun fibres with organic solvents, for example acetone or
ethanol, results in mechanical softening and alters their electrical resistance [393]. In-situ
crystallography of direct-spun CNT mats has shown that bundled CNTs within them remain
in contact with one another when immersed in organic solvents such as acetone, ethanol
or toluene [393]. The infiltration of solvents and subsequent evaporation may be used to
48 Literature review
densify the fibres through capillary force, which increases their tensile strength and modulus,
predominantly by virtue of their higher density, see Figures 2.27b and 2.27c [73].
2.4.3 CNT-fluid suspensions
The interfacial surface energy due to van der Waals interactions between adhered particles
such as CNTs can be reduced by the presence of a third, fluid medium around them [291].





















Fig. 2.28 Phase behaviour of CNTs dispersed in fluids. The isotropic (a) and nematic (b)
phases; (c) Infiltrated CNT agglomerate without fluid penetration of the CNT bundles. A
combination of the isotropic and nematic phases, the bi-phasic arrangement (d) and the
crystal solvate phase (e) of infiltrated bundles, which does not result in CNT separation.
The phases which CNTs may form in fluid suspensions are illustrated in Figure 2.28. The
arrangement of CNTs dispersed in fluids is lyotropic — influenced by the volume fraction
of CNTs. At low volume fractions, individual CNTs or small CNT bundles can form an
isotropic phase with no dominant orientation, as sketched in Figure 2.28a. If the forces
opposing van der Waals attraction are sufficiently strong and short range, CNTs are able
to form a nematic phase [394]. In this phase the nanotubes lie parallel to one another in
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large crystals, see Figure 2.28b. An individual CNT may have translational freedom to move
axially within its crystal, but cannot easily rotate out of alignment with neighbouring CNTs.
If the infiltrated fluid is incapable of penetrating the CNT bundle structure, it may simply
infiltrate the pores between the bundles, see Figure 2.28c. At volume fractions between the
isotropic and nematic equilibrium concentrations, a mixture of isotropic and nematic phases
is formed: the so-called bi-phasic regime as sketched in Figure 2.28d. The crystal solvate
bundle microstructure occurs when a fluid is able to penetrate the CNT bundle microstructure,
but does not actually separate the CNTs into a nematic phase [395], see Figure 2.28e.
Agglomerated CNTs do not spontaneously disperse when immersed in most organic solvents,
and their dispersion in organic solvents of low viscosity relies on sonication in the first
instance, although MWNTS may be dispersed in viscous polymer melts by shear mixing
[325]. Sonication induces high local shear stresses due to cavitation of the solvent, which are
of sufficient magnitude to separate CNTs from their bundles. Tensile stresses build up along
the CNT length through shear lag, causing scission. The length of separated CNTs after soni-
cation is thus limited by their tensile strength and dimensions, typically to below 10 µm [396].
CNT suspensions are formed via a number of different methods, which are the subjec-
t of many reviews in literature [394, 397–399]. All fall into one of the four categories
illustrated in Figure 2.29, and are described as follows:
• Suspension in common solvents: CNTs may be dispersed in a range of common
solvents by dilution to sufficiently low volume fractions, see Figure 2.29a [400]. In
certain solvents, the enthalpy of mixing at low volume fractions is slightly negative
[401], which results in an equilibrium isotropic suspension of CNTs and small bundles.
• Surfactant-assisted dispersion: CNT walls may be treated by attaching surfactant
molecules with non-covalent bonds, see Figure 2.29b. These may include dispersants
such as Triton X-100 [324] (as found in many household liquid detergents), or other
long molecules such as DNA [402, 403].
• Functionalisation-assisted dispersion: Chemical reactions in acids or other liquids
can covalently link functional groups or molecules to the outer CNT walls [404], as
sketched in Figure 2.29c.
• Spontaneous dispersion in superacids: Strong acids such as fuming sulphuric acid
(oleum) and chlorosulfonic acid are able to separate bundled CNTs from one another
upon their immersion [405]. Reaction with the acid molecules leads to the development
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of a net positive charge upon the CNT walls, and the formation of an electrical double
layer [406], as sketched in Figure 2.29d. The resultant electrostatic repulsion maintains
the separation between the CNTs [395].
CNT suspensions formed by the above methods vary in CNT volume fraction and resultant
CNT-fluid phase behaviour. The measured CNT volume fractions and observed phase
morphologies which result from the above methods as reported in literature are plotted in
Figure 2.30. Note that the volume fraction of CNTs in suspension achieved by the different










Fig. 2.29 Methods for dispersing CNTs in fluids: The suspension of CNTs (a) in common
solvents by dilution, (b) assisted by surfactant molecules, (c) assisted by functionalisation of
CNT walls, and (d) due to double-layer electrostatic repulsion in superacids.
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Fig. 2.30 The CNT volume fraction in suspensions as reported in literature for organic
solvents alone [400, 401, 404, 407–410], surfactant-assisted suspensions, [402–404, 411–
428], functionalisation-assisted suspensions [429–438] and in superacids [395, 439].
Suspensions of CNTs and small CNT bundles in organic solvents are restricted to low volume
fractions of below about 5×10−5. Although relationships have been proposed between the
achievable volume fraction of individual CNTs which can be suspended in organic solvents
and solubility parameters, they do not capture the observed behaviour of CNT suspensions
for all organic solvents [400]. At higher volume fractions, organic solvents may infiltrate
CNT bundles to form a crystal solvate, but are incapable of separating CNTs from a bundled
state [395].
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Consider the suspensions of CNTs in organic solvents or in water upon treatment of their
outer walls with surfactants. In surfactant-assisted suspensions individual CNTs may exist in
an isotropic phase up to volume fractions of about 0.007. Upwards of this volume fraction,
CNTs may form bi-phasic or nematic dispersions of small bundles, such as in the case of
DNA-coated CNTs [402, 403]. These phases exist up to a volume fraction of about 0.04.
Upon functionalisation of their outer walls, CNTs form an isotropic phase in suspensions,
which may exist up to CNT volume fractions exceeding 0.02. Covalent functionalisation
methods are also able to form the bi-phasic and nematic phases, the latter at volume fractions
up to 0.07 [437, 438].
Now consider CNT suspensions in superacids. Superacids can disperse individual CNTs
in a nematic phase at a volume fraction of up to 0.15 [395]. For CNT fibre spinning, the
use of superacids offers a number of other advantages in comparison to the other dispersion
methods, as follows:
• Superacids do not rely on sonication for initial separation, and so can produce fibres of
long length CNTs, which is advantageous for structural applications [209].
• Covalently bonded functional groups can affect the nature of the electrical or thermal
interaction between CNTs, which can be to the detriment of macroscopic electrical
and thermal conductivity [349]. Defects in the graphitic lattice of CNT walls due
to covalent functionalisation may affect the electrical and mechanical properties of
individual CNTs [9, 25].
• The removal of surfactant molecules after fibre spinning may require additional pro-
cessing steps. Like functional groups, residual molecules may also influence the
electrical or thermal conductivity of spun fibres, or the strength of the bond between
CNTs.
• Superacid processing results in residual doping, which increases the electrical con-




2.5.1 CNT material properties, microstructure and processing
Behaviour of CNTs and their macroscopic materials
• The walls of individual CNTs possess an axial modulus of 1 TPa, and tensile strength
of several GPa. In contrast the van der Waals bonds between them are of much
lower shear yield strength and stiffness. The shear strength of the bond between CNT
walls varies by several orders of magnitude, whereas the values of measured surface
energy recorded in literature lie within a comparatively narrow range. The low shear
strength and shear modulus of the bond between CNT walls endows CNT bundles with
anisotropic mechanical stiffness and strength.
• The properties (modulus, strength, and electrical and thermal conductivity) of macro-
scopic materials comprised of CNTs vary by several orders of magnitude as a function
of their macroscopic density and microstructure, which depend upon their method of
manufacture.
• The modulus and strength of CNT mats and fibres are sensitive to the degree of
microstructural alignment and CNT length: aligned fibres are of low ductility and
possess a tensile modulus and strength much above that of more isotropic direct-spun
mats. The stress-strain response of direct-spun mats may be ductile and exhibit strain
hardening.
CNT-polymer composites
• The modulus, strength and electrical and thermal conductivity of CNT-polymer com-
posites are also sensitive to the degree of microstructural alignment, and CNT volume
fraction.
• The measured shear strength of the bond between CNT walls and a polymer matrix
varies widely across the literature.
• In a number of CNT-polymer composites, a layer of polymer is formed upon the CNT
walls of enhanced strength and stiffness, which results in sheathing of CNTs or CNT
bundles upon pull-out. Such a layer exists in composites of direct-spun CNT fibres
and epoxy.
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CNT suspensions and fluid processing
• CNT suspensions exist in a variety of different phases — isotropic phases form at low
volume fraction, and nematic phases at higher volume fraction.
• Organic solvents are only capable of creating CNT suspensions with low CNT volume
fractions, with the aid of extensive sonication.
• Of all methods used to disperse CNTs at high volume fractions, superacids are used to
create suspensions of the highest CNT volume fraction and length.
2.5.2 Open questions in literature regarding direct-spun CNT mats
• Theoreticians have illustrated the importance of joint morphology, CNT bundle wavi-
ness, and bundle length between joints upon the modulus of broadly isotropic CNT
mats; it is hypothesised that the low bundle shear modulus may also influence their
behaviour. Whilst in-situ tests have shed light on the evolution of microstructure under
strain, there is little experimental evidence for which mechanisms of deformation
dominate. Such observation is required to conform the role of microstructure upon
properties. For other porous materials such as foams [225], the experimental observa-
tion of deformation taking place at a single microstructural point has been instrumental
in developing concise, useful models and understanding of the micromechanical phe-
nomena dictating their macroscopic behaviour.
• The origin of the synergistic increase in the modulus and strength of direct-spun mats
upon the infiltration and cure of an epoxy matrix remains unclear. The effect of the
epoxy coating upon the CNT bundle surface observed upon pull-out is undetermined —
how does this layer and the bulk matrix cause strengthening and stiffening compared
to the unreinforced mat?
• Superacids promote the separation of CNTs into a nematic phase of high volume
fraction. Already exploited for the manufacture of CNT fibres of high modulus and
electrical conductivity, it remains to establish if superacid infiltration and drawing can
enhance the mechanical stiffness and strength of the direct-spun CNT mat in a similar
manner.
Chapter 3
Mechanical and electrical properties of a
direct-spun carbon nanotube mat
3.1 Summary
Microscopy studies of direct-spun CNT mat microstructure during interrupted tensile tests
[136, 267, 310, 311] have shed light on the microstructural changes during tensile strain, but
do not inform about the deformation mechanisms. To do so, direct observation of the CNT
mat microstructure during tensile testing is required. In this chapter, the mechanical and
electrical properties and piezoresistive response of a direct-spun carbon nanotube mat are
measured. A small degree of in-plane anisotropy is observed, and the macroscopic in-plane
tensile response is elasto-plastic in nature, with significant orientation hardening. In-situ
microscopy reveals that the nanotube bundles do not slide past each other at their junctions
under macroscopic strain. A micromechanical model is developed to relate the macroscopic
modulus and flow strength to the longitudinal shear response of the individual nanotube
bundles.
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3.2 Materials and methods
A direct-spun CNT mat was provided by Tortech Nano Fibers Ltd1. Before characterisation,
the mat was immersed in acetone for 5 min, dried in air for 20 min, and heated at 70 ◦C
for 1 hour, to ensure that any areas of delamination between sock aerogel layers within
the mat were removed. The mat has a nominal thickness of 60 µm, as confirmed by X-ray
tomography scans and micrometre measurements. The mat areal density is 0.0234 kg/m2,
and the volumetric mat density is 390 kg/m3.
Chemical and physical composition
The chemical composition of the mat was determined by thermogravimetric analysis, con-
ducted using a PerkinElmer TGA 4000. The temperature was held at 100 ◦C to remove
adsorbed moisture, then increased at a scan rate of 5 ◦C/min. The Raman spectrum of the
CNT mat was obtained with an EZRAMAN-N instrument, using a laser power of 50 mW, a
laser wavelength of 532 nm, and 3 scans at 30 s integration time.
Bundle density was determined with helium pycnometry (performed by Quantachrome
UK Ltd2). This involves placing a CNT mat sample in a chamber of known volume, which
is then purged of air and pressurised with helium gas. After the pressure of this chamber is
measured, a valve is opened to link it with another chamber of known volume, initially at
vacuum. After the pressure has stabilised, it is recorded; the perfect gas law is then used to
calculate the sample volume from the measured gas pressures and known chamber volumes.
Uniaxial tensile response
Uniaxial tensile tests were performed using a screw-driven test machine, with the loading
direction inclined at 0◦, 45◦ and 90◦ to the draw direction of the CNT mat onto the mandrel
during manufacture. The test set-up is shown in Figure 3.1a. The in-plane strain state was
measured in the central portion of the sample by tracking the movement of dots of white paint
applied prior to testing, using a digital camera and image processing software. Roller-grips
enabled high tensile strains to be reached, with failure occurring at a strain level of 20% to
30%. In-situ tensile tests were conducted with a micro-test stage equipped with a 2 N load
cell, inside a scanning electron microscope (SEM).
1Tortech Nano Fibers Ltd, Hanassi Herzog St., Koren Industrial park, Ma’alot Tarshiha, 24952 Israel.
2Quantachrome Ltd., Units 6 and 7 Pale Lane Farm, Pale Lane, Hook, RG27 8DH, UK.
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Fig. 3.1 Mechanical testing techniques: (a) schematic of tensile test setup with sample
dimensions and strain measurement techniques. (b) In-plane fracture ‘trouser tear’ test, (c)
delamination peel test.
Toughness
The in-plane toughness Gc was measured by a trouser-tear test [440], illustrated in Figure
3.1b. This toughness is determined from the steady state load for tearing, Pt , and the
sample thickness, t, according to Gc = 2Pt/ts [441]. Trouser-tear tests were attempted in
two directions, with the tear direction aligned with the draw direction, and in the transverse
in-plane direction. Additionally, the out-of-plane delamination toughness, Gd , was quantified
by a peel test [442], as illustrated in Figure 3.1c. The toughness Gd is related to the peel




































Fig. 3.2 Four point probe measurement for (a) in-plane and (b) out-of-plane electrical
conductivity.
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Now consider the measurement of electrical properties. The in-plane and through-thickness
electrical conductivity were measured using a 4-point probe method, as illustrated in Figure
3.2. A 4-point probe was also used to measure the in-plane electrical resistance during tensile
testing, at a strain rate of ε̇ = 10−4 s−1. The instrumentation circuit developed to record the
value of sample resistance during testing is described in Appendix B. The tensile strain and
in-plane resistance were measured with full, partial and cyclic unloading of stress, and a
limited number of creep tests at constant stress were also performed.
Stress-strain and piezoresistive response under out-of-plane uniaxial compression
The out-of-plane compressive and piezoresistive behaviour of the direct-spun mat was also
measured: the experimental methods and results are presented in Appendix C.
3.3 Results





































Fig. 3.3 (a) Thermogravimetric analysis of CNT mat in air, (b) Raman spectra of CNT mat.
The percentage of sample mass remaining and the rate of mass change with respect to tem-
perature during thermogravimetric analysis are plotted in Figure 3.3a. The results revealed
an iron content of 6 wt.%, remainder CNT.
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A Raman spectrum of the CNT mat is illustrated in Figure 3.3b. The high intensity G-
band at 158 mm−1 corresponds to vibration of bonds within the plane of the CNT wall.
Dividing the G-band intensity by that of the D-band at 134 mm−1 gives a G/D ratio of 4.5.
The D-band results from the breathing mode of a six-fold aromatic ring, and cannot occur
unless disorder is present, either in the crystalline structure of the CNT walls, or in the form
of additional amorphous carbon materials [443, 444]. The relatively high G/D ratio observed
here indicates that neither of those defects are particularly prevalent. The absence of radial
breathing modes at low frequency (< 50 mm−1) indicates that small diameter single- or
double-walled CNTs are not present within the mat [443]. A bundle density ρB = 1560 kg/m3
was revealed from helium pycnometry.
3.3.2 Uniaxial tensile response
The nominal stress–strain response, as illustrated in Figure 3.4a, exhibited an initial linear
behaviour, followed by a strain-hardening plastic response at approximately 4% strain. Above
15% strain, the hardening rate increases. The response has a moderate degree of anisotropy.
The in-plane transverse strain is plotted as a function of tensile strain in Figure 3.4b. The
apparent Poisson’s ratio, ν12, initially equals 0.6, but increases to between 2.7 and 3.5 at
higher strains. An explanation for these high values of ν12 is evident from images taken
during in-situ tensile testing, see Figure 3.4c, which illustrate the appearance of out-of-
plane wrinkles at the micron level. This wrinkling appears to contribute to the compressive
transverse strain. No noticeable rate dependency was observed for strain rates between
10−4 s−1 and 10−2 s−1, as illustrated in Figure 3.4d for samples aligned with the draw
direction.
3.3.3 Toughness
Trouser-tear tests along the draw direction were performed from starter cracks cut parallel
to the draw direction. The average value of tear energy from these trouser tests was Gc =
22 kJ/m2. Trouser-tests were unable to grow starter cracks cut transverse to the draw
direction; instead, kinking of the starter crack occurred and no useful data were obtained.
The delamination toughness from a peel test was found to be Gd = 5.4 J/m2. This is about
four orders of magnitude below the in-plane toughness.
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Fig. 3.4 Uniaxial tensile response: (a) in-plane stress–strain response for different material
orientations, (b) relationship between tensile and transverse strains. (c) The appearance of
transverse wrinkles during in-situ tensile testing; the arrows indicate the direction of tensile
straining. (d) The effect of strain rate upon the uniaxial tensile response for samples aligned
with the draw-direction.
3.3.4 Electrical properties
The in-plane conductivity exhibited a small degree of anisotropy, with values of 40.4 kS/m
parallel to the manufacturing draw direction, 35.8 kS/m at 45◦, and 32.5 kS/m at 90◦. In the
through-thickness direction, electrical conductivity was about 6 orders of magnitude lower,
at 6.39×10−2 S/m.
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3.3.5 Unloading and creep tests
A 4-point probe, as illustrated in Figure 3.5a, was used to measure the in-plane electrical
resistance during tensile testing, at a strain rate of ε̇ = 10−4 s−1. The tensile strain and
in-plane resistance were measured with full, partial and cyclic unloading of stress, and also
at constant stress. Typical responses are presented, with sample resistance normalised by the
initial resistance R0.
The stress–strain and resistance-strain response with periodic partial unloading of samples
at 0◦, 45◦ and 90◦ to the draw direction are illustrated in Figure 3.5b. Despite the presence
of structural anisotropy, the piezoresistive response, R/R0 versus ε11 is qualitatively similar
for all directions. Little mechanical or electrical hysteresis is present upon partial unloading.
The unloading stiffness EU during the unloading cycle is defined as EU = ∆σ11/∆ε11, where
∆σ11 is the change in nominal stress during unloading and ∆ε11 is the corresponding change
in true strain. The gauge factor, GF , is defined as GF = ∆(R/R0)/ε11, where ∆(R/R0) is the
change in normalised sample resistance during the unloading cycle. The unloading stiffness
and gauge factor are plotted against nominal strain in Figure 3.5c. EU increases with strain
for all sample orientations, with the initial rate of increase highest for the 0◦ samples. The
gauge factor during unloading also increases with strain. Figure 3.5d illustrates the effect of
full unloading for a sample oriented at 0◦ to the draw direction. Both the resistance-strain
and stress–strain responses exhibit hysteresis, and both a permanent strain and permanent
change in sample resistance are evident upon unloading.
A stable response to cyclic stress is of importance in many sensing and structural appli-
cations. An initial exploration into the response under cyclic uniaxial loading was conducted
by applying four loading packets of ten unloading cycles, with results as illustrated in Figure
3.5e. The loading packets labelled 1, 2, and 3 all resulted in permanent drift in the piezoresis-
tive and stress–strain responses. The last set of loading cycles involved cyclic excursions
well below the current yield strength, as denoted by the symbol ∆σ in Figure 3.5e. This
loading packet gave rise to an elastic response.
The creep behaviour of the CNT mat was investigated by holding a sample at a constant
tensile stress of 8.3 MPa, 17 MPa, and then at 25 MPa, each time for 1500 s, before unloading
the sample to 17 MPa for a further 1500 s. The strain, ε11, recorded at each of these constant
stresses is plotted against time in Figure 3.5f. No noticeable creep was observed in the final
phase of holding at 17 MPa. Also, no noticeable change in electrical resistance occurred
whilst the sample was held at constant stress.
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Fig. 3.5 Nonlinear and piezoresistive behaviour of carbon nanotube mat: (a) schematic of
tensile test setup with four point probe, (b) anisotropic response with partial unloading,
(c) unload modulus and gauge factor as a function of applied strain for different sample
orientations to the draw-direction, (d) full unloading cycles revealing plastic strains and
resistance change, (e) drift and hysteresis under cyclic loading, and (f) creep curves showing
the effects of constant stress on the tensile strain. Unless otherwise stated, stresses and strains
are nominal, calculated from initial sample dimensions.
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3.3.6 In-situ observations of deformation mechanisms
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Fig. 3.6 Microstructural changes during yield: (a) SEM image of CNT mat microstructure
prior to loading, and (b) the same area of mat microstructure at 10% macroscopic strain, with
bundles highlighted for discussion.
An understanding of the origin of mechanical properties in direct-spun mats is aided by
observation of the deformation mechanisms at the microstructural scale. Unlike other in-situ
studies of CNT mats that have been reported in the literature [310, 136], in the present
study the same microstructural area is observed before and after deformation. This enables
identification of the main deformation mechanisms. For example, images of microstructure
are presented in Figures 3.6a and 3.6b, for strains of 0%, and 10% respectively, with specific
bundles and locations of interest annotated. The bundles labelled 1 and 2 straighten and orient
along the loading direction, whereas the transverse bundle labelled 3 undergoes buckling. In
these case, joints formed between the CNT bundles where CNTs branch from one bundle
to another and where CNT bundles cross, remain intact. The bundles do not slip past one
another at the joints between them, nor do they rotate relative to one another at the joints
themselves.
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Fig. 3.7 (a) Geometry of a honeycomb unit cell of CNT bundle network microstructure (depth
b into page); (b) loading and deformation of an inclined strut modelled with Timoshenko
beam theory.
There is a major deficit in stiffness and strength when one compares individual CNTs with
bulk CNT materials. In the case of direct-spun mats, why does a random, interconnected
network of CNT bundles possess inferior tensile properties to those of individual CNTs?
This question is addressed via the model below.
At the microstructural level, the junctions between CNT bundles are of low nodal con-
nectivity, of between 3 and 4. Consequently, the mechanical properties are governed by
the bending and shear response of CNT bundles, rather than by their axial stretch [315].
Furthermore, where joints between bundles exist, experimental observations of the mat
microstructure during tensile testing suggests that they transfer rotational and translational
forces between one another without relative slip or rotation between bundles occurring at
the joints themselves. For an approximate prediction of stiffness and strength, this justifies
the use of a periodic 2D honeycomb unit cell, as illustrated in Figure 3.7a, with struts of
thickness t and length l that deform by bending and shearing [225, 315]. CNT bundles form
the struts of this unit cell, and are connected to one another at nodes by the exchange of
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nanotubes from one bundle to the next. The relative density of the network ρ̄ = ρMat/ρB is








where ω is the angle of the inclined strut to the horizontal, see Figure 3.7b. For a regular,
quasi-isotropic honeycomb, ω equals π/6 [225]. Relatively little in-plane anisotropy was
observed during tensile testing, thus this value is adopted in this study for development of the
micromechanical model. Upon neglecting axial stretch of the struts, and upon taking P as the
load on each vertical strut, one half of a beam inclined to the loading direction is analysed
using Timoshenko beam theory with symmetry boundary conditions, as illustrated in Figure
3.7b. The beam of length l/2 is built-in at its left-hand end, labelled L1. It is subjected to
an end load P/2 at its point of inflection (M = 0), at location L2. The co-ordinate along the
















respectively. Now, write φ as the angle of rotation of the normal to the mid-surface and w as
the transverse displacement of the mid-surface. Then, Timoshenko beam theory [445] for a












where I is the second moment of area, A the cross-sectional area, and the shear coefficient
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Now, the macroscopic stress σ∞ is given by σ∞ = P/(2lbcos(ω)), and upon making the
substitution for the bundle area A = tb, and the second moment of area I = bt3/12, the



















It remains to estimate the shear modulus GB and axial Young’s modulus EB for a bundle.
Whilst the axial bundle modulus derives from covalent bonding within the CNT wall, the
shear modulus is dictated by the much more compliant van der Waals bonding between
adjacent CNTs. The approach of [261] is followed in estimating the axial bundle modulus
as EB = (ρB/ρw)Ew where ρw = 2200 kg/m3 (i.e. that of graphene at an interlayer spacing
of 0.34 nm). For Ew = 1 TPa, it follows that EB = 680 GPa. Values for GB in literature
have been deduced from in-situ 3-point bending tests [264, 275] and from thermal vibration
[446], varying from 0.7 to 6.5 GPa ± 50%. The measured mat modulus of 3.3 GPa from
unloading tests and assumed value for EB implies GB = 9.5 GPa via 3.10, which is within
the range of experimental measurements [264]. Inspection of Equation 3.10 reveals the rela-
tive contribution of the shear and bending deformation to the macroscopic modulus. Since
sGB ≪ EB (t/l)2, it is clear that the shear modulus of the bundle dominates the deformation,
as opposed to the stiffer covalent bonding along the CNT walls. The validity of Timoshenko
beam theory as derived above in estimating the honeycomb modulus is confirmed by compar-
ing predictions of Timoshenko beam theory to the results of finite element simulation, see
Appendix D.
3.4 A model for in-plane mechanical properties 67
Now consider the tensile yield strength of the hexagonal lattice. The tensile stress on
the outermost fibre of the inclined strut, due to the bending moment M(x) and axial tension,
is given by σB = Mt/2I +(P/2tb)sin(ω), whereas the average shear stress on the cross
section due to the shear force Q(x) is given by τB = Q(x)/A. As the bending moment is
greatest at the location labelled L1 on the inclined strut illustrated in Figure 3.7b, σB and τB





























Now, for a relative density ρ̄ = 0.25 and ω = π/6, it follows that σB/τB = 14.4. If the ratio
of bundle tensile strength σB f to bundle shear strength τB f is greater than σB/τB, macroscopic
yield will be limited by the bundle shear strength, rather than by the fracture of CNT walls.
The following argument supports this premise, on the basis that the ratio σB f /τB f is more
than four times greater than σB/τB, as is justified below.
Tensile tests conducted on individual CNT bundles grown by the chemical vapour deposition
process suggest that the wall fracture strength of individual CNTs σw f lies between 5.5 GPa
and 25 GPa [267]. Assume that the bundle strength scales with the CNT wall strength σw f
according to σB f = (ρB/ρw)σw f , and take σw f = 5.5 GPa. Then, the bundle fracture strength
equals σB f = 3.7 GPa.
Now consider the CNT bundle shear strength τB f . Values for the bond shear strength
between CVD-grown tubes, as measured in the literature, vary from 0.04 MPa to 70 MPa
[276, 277], with values sensitive to the concentration of graphitic defects [277, 280]. For
adjacent pristine CNT surfaces with long overlap lengths, the bond shear strength lies be-
tween 30 MPa and 60 MPa [279]. Here, we shall assume the value τB f = 60 MPa, as this
implies a macroscopic yield stress of 17 MPa from Equation 3.12, close to the experimental
measurements, and lies within the range of values reported in literature. Consequently,
σB f /τB f = 62, and so the macroscopic yield strength is limited by the bundle shear strength.
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The conclusion that the shear strength of CNT bundles limits the macroscopic yield strength
of direct-spun mats, as opposed to the bundle axial strength, is consistent with the observa-
tions of bundle deformation during in-situ testing, and explains why the random arrangement
of CNT bundles within the mat results in a severe knockdown in mechanical properties when
compared to those of individual CNTs in longitudinal tension.
3.5 Conclusions
Characterisation of a commercially produced direct-spun mat revealed in-plane electrical
conductivities of between 32.5 kS/m and 40.4 kS/m, elastic moduli of 3.0 GPa to 3.4 GPa, and
an ultimate tensile strength between 30 MPa and 40 MPa. The through-thickness electrical
conductivity and the toughness of the bond between adjacent layers within the CNT mat
were found to be much below the values of electrical conductivity and toughness measured
in-plane. Macroscopic deformation of CNT mat is accompanied by reorientation of the
bundle network along the loading direction. Measurements of sample resistance measured
in line with the direction of tensile stress during tensile testing increase by between 20%
and 30% before final failure. A portion of this additional resistance is recovered upon
unloading during tensile testing. Where joints between bundles exist, observation of the
mat microstructure during tensile loading reveal that they transfer translational forces and
moments between one another without relative slip or rotation between CNT bundles at the
joints themselves. A micromechanical model was developed to relate the direct-spun mat
properties to those of the CNT bundle network, based upon 2D honeycomb microstructure
of CNT bundle struts which are connected to one another at nodes. It illustrates that the
longitudinal shear deformation of CNT bundles dominates, and accounts for the knockdowns
in CNT mat mechanical properties compared to those of individual CNTs in uniaxial tension.
Chapter 4
Mechanical and electrical properties of
direct-spun mat-epoxy composites
4.1 Summary
This study aims to determine the effect of epoxy infiltration and cure upon the tensile stress-
strain response and electrical conductivity of direct-spun CNT mat-epoxy composites over a
broad compositional range, and to understand the relationship between microstructure and
properties through experiment and micromechanical modelling. The volume fraction of
epoxy is varied widely by suitable dilution of the epoxy resin with acetone before infiltration.
Subsequent evaporation of the acetone, followed by a cure cycle, leads to composites of
varying volume fraction of CNT, epoxy and air. The modulus, strength, electrical conductivity
and piezoresistivity of the composites are measured. The CNT mats and their composites
exhibit an elastic-plastic stress-strain response under uniaxial tensile loading, and the degree
of anisotropy is assessed by testing specimens in 0◦, 45◦ and 90◦ directions with respect to
the draw direction of mat manufacture. The electrical conductivity scales linearly with CNT
volume fraction, irrespective of epoxy volume fraction. In contrast, the modulus and strength
depend upon both CNT and epoxy volume fractions in a non-linear manner. The macroscopic
Young’s modulus of the CNT mat-epoxy composites are far below the Voigt bound based
upon the modulus of CNT walls and epoxy. A micromechanical model is proposed to
relate the macroscopic modulus and yield strength of a CNT mat-epoxy composite to the
microstructure.
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4.2 Manufacture and composition of materials
4.2.1 Direct-spun CNT mat
Direct-spun CNT mat was provided by Tortech Nano Fibers Ltd1. The mat is of width 0.9 m
and thickness 70 µm, and is comprised of flattened CNT aerogel socks. Each flattened sock is
of width 80 mm and thickness about 170 nm, and is comprised of a network of branched CNT
bundles, forming an interconnected network. Each bundle consists of between 10 and 40
closely packed CNTs. As discussed in section 2.2.3, direct-spun CNT materials can possess
in-plane anisotropy in their mechanical and electrical properties, and the degree of anisotropy
is sensitive to the ratio of the velocity of the drawn aerogel to that of the gas flow within the
reactor [72]. As before, the principal material orientation is parallel to the draw direction of
the CNT sock in the reactor during manufacture.
4.2.2 Manufacture of CNT-epoxy composites
The production method for fabricating the CNT-epoxy composites is sketched in Figure 4.1.
Direct-spun CNT mat samples of width 10 mm, length 80 mm, and nominal thickness 70 µm
were cut from a single ply. They were then infiltrated by a solution of epoxy in acetone,
followed by evaporation of the acetone under vacuum, before curing in a hot press. The
epoxy resin was bisphenol-A IN2 infusion resin and a hexane hardener2. The epoxy resin
and hardener were mixed in the proportion 10:3 by mass, and were then diluted with acetone.
The mass concentration of resin and hardener in this solution, denoted ϕ , varied from 0.001
to 1.0. By infiltrating the CNT mat with epoxy-acetone solutions of selected values of ϕ ,
the volume fraction of epoxy in the cured composite could be suitably controlled. After
immersion of the CNT mat samples in the epoxy-acetone solution for 60 s, manufacture
proceeded along one of two routes, see Figure 4.1. In the first route, the infiltrated CNT mat
samples were placed between an inner layer of PTFE release film and an outer breather layer,
and a vacuum bagging system3 was used to apply a consolidation pressure of P = 0.1 MPa
(1 atm), at a temperature of 40 ◦C for 1 hour. Excess resin was absorbed by the breather
layer material on each side of the CNT-epoxy composites during consolidation. Samples
were then cured in a hot-press at 120 ◦C for 3 hours, with a constant pressure of 0.6 MPa
applied in the through-thickness direction. An alternative production route was used to
1Tortech Nano Fibers Ltd, Hanassi Herzog St., Koren Industrial park, Ma’alot Tarshiha, 24952 Israel.
2IN2 epoxy infusion resin was obtained from Easy Composites Ltd., Park Hall Business Village, Longton,
Stoke on Trent, Staffordshire, ST3 5XA, UK.
3A vacuum bagging system was obtained from Easy Composites Ltd., Park Hall Business Village, Longton,
Stoke on Trent, Staffordshire, ST3 5XA, UK.
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manufacture CNT composites of higher CNT volume fraction: infiltrated CNT mat samples
were placed between PTFE films, and were subjected to a through-thickness pressure of
P = 10 MPa between the loading platens of a screw-driven test machine. Since the samples
were compressed between the PTFE films, squeeze-out of excess epoxy was prevented.
After the consolidation pressure had been applied for 3 hours, allowing the epoxy to cure
partially within the densified CNT mat, the samples were placed within the same vacuum
bagging system as that described above (pressure of P = 0.1 MPa and a temperature of
40 ◦C for 1 hour) to remove residual acetone and volatile compounds. The samples were
then cured in a hot press at 120 ◦C for 3 hours, under the same conditions as for the first route.
Dogbone specimens of pure, void free epoxy were also prepared for uniaxial tensile testing.
Epoxy solutions were cast into a mould, and degassed in a vacuum chamber for 1 hour,
before curing at 120 ◦C for 3 hours. To determine the effect of acetone dilution upon the
mechanical properties of the epoxy, additional dogbone samples were cast from a solution of
acetone and epoxy, with ϕ = 0.5. The acetone was then removed by degassing under vacuum
in the same manner, and the sample was cured as described above.
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was then removed by degassing under vacuum in the samemanner,
and the sample was cured as above.
2.3. Composition and physical properties of CNT mat and
composites
The volume fraction of CNT bundles fB and volume fraction of
epoxy fe are related to the corresponding weight fractions of CNT
bundles and epoxy wB and we respectively, as follows. Write rB as
the CNT bundle density and re as the measured epoxy density.




; fe ¼ we r
re
: (1)
The weight fraction of CNT bundles in the composite wB is the
ratio of the mass of CNT bundles to the mass of the composite, and
the weight fraction of epoxy follows directly as we ¼ 1 wB. Both
the mass of the CNT mat before infiltration and the mass of the
cured CNT-epoxy composite were measured with a mass balance.
The width and length of samples was measured with a Vernier
scale, and the thickness was measured by micrometer, and aver-
aged over ten readings along the sample length. The density of the
composite r was determined via its mass and volume. The depen-
dence of thickness t upon composite density r is recorded in Fig. S1
of the supplementary information. For samples of direct-spun
CNT mat, the thickness was confirmed by X-ray tomography, as
this method avoids compression of the sample during
measurement.
The CNT bundle density rB was determined by helium pycn-
ometry3 [57], as follows. A CNT mat sample was placed in a vacuum
chamber of known volume, and the chamber was then filled with
helium gas. After measuring the pressure within the chamber, a
valve was opened to link it to a second vacuum chamber of known
volume. The final pressurewas recorded after equilibrium had been
attained. The ideal gas lawwas used to calculate the sample volume
from themeasured gas pressures and the known chamber volumes.
The bundle density follows immediately from the sample mass
divided by the sample volume, giving rB ¼ 1560 kg/m3. The density
of the epoxy, as calculated from the measured epoxy dogbone
sample dimensions and mass, was re ¼ 1120 kg/m3. Finally, the
porosity of the composites, referred to here as the volume fraction
of air fa, was determined by subtracting the calculated volume
fraction of CNT bundles and of epoxy from unity.
The densities of the mat and of the CNT-epoxy composites, and
the volume fractions of CNT bundles, epoxy and air are recorded in
Table 1 as functions of the weight fraction of epoxy in the infil-
tration solution 4 and of the through-thickness pressure P applied
after infiltration. The as-received CNT mat specimens (absent
infiltration) are labelled (1). CNT mat-epoxy composites manufac-
tured at P ¼ 0.1MPa are labelled (2) to (9) in order of increasing 4,
such that (9) corresponds to a composite made from undiluted
epoxy (4 ¼ 1) and CNT mat. Cured epoxy dogbone samples with
initial concentration of epoxy in acetone 4 ¼ 0.5 and 4 ¼ 1 are
labelled (10) and (11), respectively. Two composites (5 h) and (6 h)
were manufactured with the high pressure P ¼ 10MPa, from an
epoxy-acetone mix equal to that of (5) and (6), respectively. Addi-
tionally, a sample of direct-spun mat (1 h) was infiltrated with
acetone and subjected to the same through-thickness pressure of P
¼ 10MPa.
The dependence of as-cured density r upon the initial epoxy
concentration 4 of the epoxy-acetone solution is plotted in Fig. 5(a)
for P ¼ 0.1MPa and P ¼ 10MPa. The density r relates to the den-
sities and volume fractions of CNT bundles and epoxy according to
r ¼ fBrB þ fere. We note that r increases monotonically with
increasing 4, for each selected value of P. Thus, it is convenient to
report the composition and properties of each composite against r
rather than the process variable 4. We also note from Fig. 5(a) that r
increases with increasing P at any fixed value of 4. The volume
fractions of CNT bundles, epoxy and air are plotted against the
macroscopic composite density in Fig. 5(b) for composites fabri-
cated at P ¼ 0.1MPa, that is by consolidation under vacuum before
curing, and in Fig. 5(c) for samples that were subjected to P
¼ 10MPa pressure after infiltration. Samples fabricated at P
¼ 0.1MPa exhibit a maximum CNT volume fraction of fB ¼ 0.25 at
r ¼ 771 kg/m3, see sample (6) in Fig. 5(b). In contrast, fB rises
monotonically with increasing r for the choice P ¼ 10MPa. The
non-linear dependence of fB upon ðr; PÞ arises from the transient
consolidation response of the bundles in the presence of an evap-
orating solvent, acetone, and a curing matrix, epoxy.
3. Measured properties of CNT mat and CNT-epoxy
composites
3.1. Morphology of CNT mats and CNT-epoxy composites
The CNT mat and CNT composite microstructures were imaged
by scanning electron microscope (SEM), using a voltage of 5 kV and
Fig. 4. Methodology of CNT-epoxy composite manufacture. (A colour version of this
figure can be viewed online.)
3 Quantachrome UK Ltd, Units 6-7 Pale Lane Farm, Pale Lane, Hook, RG27 8DH,
UK.
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Fig. 4.1 Methodology of CNT-epoxy composite manufacture.
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4.2.3 Composition and physical properties of CNT mat and composites
The volume fraction of CNT bundles fB and volume fraction of epoxy fe are related to
the corresponding weight fractions of CNT bundles and epoxy wB and we respectively, as
follows. Write ρB as the CNT bundle density and ρe as the measured epoxy density. Then








The weight fraction of CNT bundles in the composite wB is the ratio of the mass of CNT
bundles to the mass of the composite, and the weight fraction of epoxy follows directly as
we = 1−wB. Both the mass of the CNT mat before infiltration and the mass of the cured
CNT-epoxy composite were measured with a mass balance. The width and length of samples
was measured with a Vernier scale. The sample thickness was measured with a micrometer,
and averaged from ten readings along the sample length. For samples of direct-spun CNT
mat, the thickness was confirmed by X-ray tomography, as this method avoids compression
of the sample during measurement. The density of the composite ρ was determined via its
mass and volume. The density of the CNT bundles was measured as described in section 3.2,
ρB = 1560 kg/m3. The density of epoxy, as calculated from the measured epoxy dogbone
sample dimensions and mass, was ρe = 1120 kg/m3. Finally, the porosity of the composites,
referred to here as the volume fraction of air fa, was determined by subtracting the calculated
volume fractions of CNT bundles and epoxy from unity.
The densities of the mat and of the CNT-epoxy composites, and the volume fractions of CNT
bundles, epoxy and air are recorded in Table 4.1 as functions of the weight fraction of epoxy
in the infiltration solution ϕ and of the through-thickness pressure P applied after infiltration.
The as-received CNT mat specimens (absent infiltration) are labelled (1). CNT mat-epoxy
composites manufactured at P = 0.1 MPa are labelled (2) to (9) in order of increasing ϕ ,
such that (9) corresponds to a composite made from undiluted epoxy (ϕ = 1.0) and CNT
mat. Cured epoxy dogbone samples with initial concentration of epoxy in acetone ϕ = 0.5
and ϕ = 1.0 are labelled (10) and (11), respectively. Two composites (5h) and (6h) were
manufactured with the high pressure route (for which P = 10 MPa), from an epoxy-acetone
mix equal to that of samples (5) and (6), respectively. Additionally, a sample of direct-spun
mat (1h) was infiltrated with acetone and subjected to the same through-thickness pressure
of P = 10 MPa for 3 hours.
74 Mechanical and electrical properties of direct-spun mat-epoxy composites
Table 4.1 Composition of direct-spun CNT mat and CNT-epoxy composites as a function of
the manufacturing process parameters.
Sample Epoxy mass Consolidation Average Average volume
label concentration pressure density fraction
ϕ P (MPa) ρ (kg/m3) fB fe fa
(1) 0 0.1 234 0.15 0 0.85
(1h) 0 10 296 0.19 0 0.81
(2) 0.001 0.1 276 0.17 0.01 0.82
(3) 0.01 0.1 330 0.19 0.03 0.78
(4) 0.10 0.1 469 0.20 0.14 0.66
(5) 0.12 0.1 605 0.23 0.22 0.55
(5h) 0.12 10 811 0.29 0.32 0.39
(6) 0.17 0.1 771 0.25 0.34 0.41
(6h) 0.17 10 983 0.35 0.39 0.26
(7) 0.30 0.1 906 0.20 0.53 0.27
(8) 0.75 0.1 986 0.18 0.63 0.19
(9) 1 0.1 1060 0.11 0.79 0.10
(10) 1 0.1 1120 0 1 0
(11) 0.50 0.1 1120 0 1 0
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a spot size of 3 mm. A field emission transmission electron micro-
scope (FEGTEM), fitted with energy-dispersive X-ray spectroscopy
(EDX) was used to characterise the bundle microstructure of the
CNT mat and CNT-epoxy composites. Samples of the as-received
CNT mat were prepared for TEM analysis by depositing a small
quantity of aerogel layers from the delaminated mat onto a copper
mesh, with the aid of acetone solvent. Composites were also pre-
pared for TEM analysis by using a modified epoxy resin containing
uniformly distributed silicon side-groups,4 so that the distribution
of epoxy in the composite could be identified by elemental EDX
mapping of the silicon group distribution. A focused ion beam
(FIB)5 was used to mill samples of direct-spun CNT mat and CNT-
epoxy composites in their through-thickness direction in order to
reveal the bundle microstructure in the cross-sectional view. A
beam current of 2.8 nA was used for refined milling prior to im-
aging. For TEM analysis, samples were also prepared by FIB cutting,
using a lift-out process as described elsewhere [72]. This method
produced samples of suitable thickness between 100 nm and
150 nm.
Plan views of CNT mat microstructure and CNT composite
microstructure with selected values of epoxy content are presented
in Fig. 6(aec), and images of their cross-section in the through-
thickness direction are shown in Fig. 6(def). The CNT mat micro-
structure, as displayed in Fig. 6(a) and (d), consists of a random
network of CNT bundles, with branching of CNTs from bundle to
bundle. The bundle cross sections are typically circular. In com-
posites of low epoxy content, the epoxy uniformly coats the CNT
bundle network, see Fig. 6(b) and (e); some of the CNT bundles
appear flattened in cross-sectional view compared to the dry state.
As the epoxy content increases, it progressively fills the air space
between CNT bundles until close to fully dense, see Fig. 6(c) and (f).
SEM and TEM images of the CNT-epoxy composite cross-section
reveal an almost uniform volume fraction fe of epoxy in the
through-thickness direction.
A plan view image of a CNT bundle in the as-received direct-
spun mat from TEM is shown in Fig. 6(g), revealing the crystalline,
close-packed CNT bundle microstructure. A complementary,
transverse image of a CNT bundle cross section in the direct-spun
mat/silicone epoxy resin composite, produced from a cross-
sectional cut of the composite in the through-thickness direction,
is given in Fig. 6(h). The CNTs are predominantly multi-walled, and
the individual CNTs within a bundle remain close-packed after
epoxy infiltration. Elemental mapping of this bundle cross-
sectional view is shown in Fig. 6(i), revealing the distribution of
silicon-tagged epoxy within the microstructure. The elemental
mapping shows that the epoxy resin surrounds the bundle, and
wets the bundle surface, but does not penetrate the gap between
neighbouring CNTs of each bundle.
Table 1
Composition of direct-spun CNT mat and CNT-epoxy composites as a function of the process parameters.
Sample label Epoxy concentration Consolidation pressure Average density Average volume fraction
4 P (MPa) r (kg/m3) fB fe fa
(1) 0 0.1 234 0.15 0 0.85
(1 h) 0 10 296 0.19 0 0.81
(2) 0.001 0.1 276 0.17 0.01 0.82
(3) 0.01 0.1 330 0.19 0.03 0.78
(4) 0.10 0.1 469 0.20 0.14 0.66
(5) 0.12 0.1 605 0.23 0.22 0.55
(5 h) 0.12 10 811 0.29 0.32 0.39
(6) 0.17 0.1 771 0.25 0.34 0.41
(6 h) 0.17 10 983 0.35 0.39 0.26
(7) 0.30 0.1 906 0.20 0.53 0.27
(8) 0.75 0.1 986 0.18 0.63 0.19
(9) 1 0.1 1060 0.11 0.79 0.10
(10) 1 0.1 1120 0 1 0
(11) 0.50 0.1 1120 0 1 0
Fig. 5. (a) Density r of dry mat and cured composites, plotted against the concentration of epoxy by weight 4 for the infiltration solution used in manufacture. The volume fractions
f of CNT bundles, epoxy and air in the cured composite are plotted against bulk composite density in (b) for samples manufactured with a consolidation pressure P ¼ 0.1MPa, and
in (c) for samples subjected to a 10MPa pressure prior to vacuum.
4 SILIKOFTAL® ED, Evonik, Tego House, Chippenham Dr, Kingston, Milton Keynes,
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5 SEM/FIB Workstation, Helios Nanolab DualBeam 600. Thermo Fisher Scientific,
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aging. For TE analysis, sa ples ere also prepared by FIB cu ting,
using a lift-out process as described else here [72]. This ethod
produced sa ples of suitable thickness bet een 100 n and
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Plan vie s of CNT at icrostructure and CNT co posite
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in Fig. 6(aec), and i ages of their cross-section in the through-
thickness direction are sho n in Fig. 6(def). The CNT at icro-
structure, as displayed in Fig. 6(a) and (d), consists of a rando
net ork of CNT bundles, ith branching of CNTs fro bundle to
bundle. The bundle cross sections are typica ly circular. In co -
posites of lo epoxy content, the epoxy unifor ly coats the CNT
bundle net ork, see Fig. 6(b) and (e); so e of the CNT bundles
appear fla tened in cross-sectional vie co pared to the dry state.
As the epoxy content increases, it progressively fi ls the air space
bet een CNT bundles until close to fu ly dense, see Fig. 6(c) and (f).
SE and TE i ages of the CNT-epoxy co posite cross-section
reveal an al ost unifor volu e fraction fe of epoxy in the
through-thickness direction.
A plan vie i age of a CNT bundle in the as-received direct-
spun at fro TE is sho n in Fig. 6(g), revealing the crysta line,
close-packed CNT bundle icrostructure. A co ple entary,
transverse i age of a CNT bundle cross section in the direct-spun
at/silicone epoxy resin co posite, produced fro a cross-
sectional cut of the co posite in the through-thickness direction,
is given in Fig. 6(h). The CNTs are predo inantly ulti- a led, and
the individual CNTs ithin a bundle re ain close-packed after
epoxy infiltration. Ele ental apping of this bundle cross-
sectional vie is sho n in Fig. 6(i), revealing the distribution of
silicon-tagged epoxy ithin the icrostructure. The ele ental
apping sho s that the epoxy resin surrounds the bundle, and
ets the bundle surface, but does not penetrate the gap bet een
neighbouring CNTs of each bundle.
Table 1
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(2) 0.001 0.1 276 0.17 0.01 0.82
(3) 0.01 0.1 330 0.19 0.03 0.78
(4) 0.10 0.1 469 0.20 0.14 0.66
(5) 0.12 0.1 605 0.23 0.22 0.55
(5 h) 0.12 10 811 0.29 0.32 0.39
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(6 h) 0.17 10 983 0.35 0.39 0.26
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(10) 1 0.1 1120 0 1 0
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Fig. 5. (a) Density r of dry mat and cured composites, plo ted against the concentration of epoxy by weight 4 for the infiltration solution used in manufacture. The volume fractions
f of CNT bundles, epoxy and air in the cured composite are plo ted against bulk composite density in (b) for samples manufactured with a consolidation pre sure P ¼ 0.1MPa, and
in (c) for samples subjected to a 10MPa pre sure prior to vacuum.
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Fig. 4.2 (a) Density ρ of dry mat and cured composites, plotted against the concentration of
epoxy by weight ϕ for the infiltration solution used in manufacture. The volume fractions f
of CNT bundles, epoxy and air in the cured composite are plotted against bulk density in (b)
for samples manufactured with a consolidation pressure P = 0.1 MPa, and in (c) for samples
subjected to a 10 MPa pressure prior to vacuum.
The dependence of cured composite density ρ upon the initial epoxy concentration ϕ of the
ep xy-acetone solution is plotted in Figure 4.2a for P = 0.1 MPa and P = 10 MPa. The
density ρ relates to the den ities and v lume fracti ns of CNT bundles and epoxy according
to ρ = fBρB+ feρe. Note that ρ increases monotonically with increasing ϕ , for each selected
value of P. Thus, it is convenient to report the composition and properties of each composite
against ρ rather than the process variable ϕ . It is lso lear fr m Figure 4.2a that ρ increases
w th increasing P at any fixed value of ϕ . The volume fractions of CNT bu dles, epoxy
and air are plotted against the macroscopic composite density in Figure 4.2b for composites
fabricated at P = 0.1 MPa, that is by consolidation under vacuum before curing, and in
Figure 4.2c for samples that were subjected to through-thickn ss pressure P = 10 MPa
after infiltration. Samples fabricated at P = 0.1 MPa possess maximum CNT volume
fraction of fB = 0.25 at ρ = 771 kg/m3, see sample (6) in Figure 4.2b. In contrast, fB rises
monotonically with increasing ρ for the choice P = 10 MPa for the range of composite
compositions studied herein, see Figure 4.2c. The non-linear dependence of fB upon (ρ ,
P) arises from the transient consolidation response of the bundles in the presence of an
evaporating solvent, acetone, and a curing epoxy matrix.
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4.3 Measured properties of CNT mat and CNT-epoxy com-
posites
4.3.1 Morphology of CNT mats and CNT-epoxy composites
The CNT mat and CNT composite microstructures were imaged by scanning electron micro-
scope (SEM), using a voltage of 5 kV and a spot size of 3 µm. A field emission transmission
electron microscope (FEGTEM), fitted with energy-dispersive X-ray spectroscopy (EDX)
was used to characterise the bundle microstructure of the CNT mat and CNT-epoxy compos-
ites. Samples of the as-received CNT mat were prepared for TEM analysis by depositing a
small quantity of aerogel layers from the delaminated mat onto a copper mesh, with the aid
of acetone solvent. Composites were also prepared for TEM analysis by using a modified
epoxy resin containing uniformly distributed silicon side-groups4, so that the distribution of
epoxy in the composite could be identified by elemental EDX mapping of the silicon group
distribution. A focused ion beam (FIB)5 was used to mill samples of direct-spun CNT mat
and CNT-epoxy composites in their through-thickness direction in order to reveal the bundle
microstructure in the cross-sectional view. A beam current of 2.8 nA was used for refined
milling prior to imaging. For TEM analysis, samples were also prepared by FIB cutting,
using a lift-out process as described elsewhere [447]. This method produced samples of
suitable thickness between 100 nm and 150 nm.
Plan views of CNT mat microstructure and CNT composite microstructure with select-
ed values of epoxy content are presented in Figures 4.3a-c, and images of their cross-section
in the through-thickness direction are shown in Figures 4.3d-f. The CNT mat microstructure,
as displayed in Figures 4.3a and 4.3d, consists of a random network of CNT bundles, with
branching of CNTs from bundle to bundle. The bundle cross sections are typically circular.
In composites of low epoxy content, the epoxy coats the CNT bundle network uniformly,
see Figures 4.3b and 4.3e. The cross-sections of some of the CNT bundles appear flattened
compared to the dry state. As the epoxy content increases, it progressively fills the air space
between CNT bundles until close to fully dense, see Figures 4.3c and 4.3f. SEM and TEM
images of the CNT-epoxy composite cross-section reveal an almost uniform volume fraction
fe of epoxy in the through-thickness direction.
4SILIKOFTAL® ED, Evonik, Tego House, Chippenham Dr, Kingston, Milton Keynes, MK10 0AF, UK.
5SEM/FIB Workstation, Helios Nanolab DualBeam 600. Thermo Fisher Scientific, 168 Third Avenue,
Waltham, MA, USA 02451.
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3.2. Uniaxial tensile tests
Uniaxial tensile tests were performed on the CNT mat, CNT-
epoxy composites, and the epoxy matrix, using a screw-driven
test machine6 at a strain rate of _ε ¼ 104 s1. The ends of the
specimens were placed in wedge grips and were cushioned by
paper end tabs, see Fig. 7(a). The axial nominal strain in the gauge
sectionwas measured by the axial displacement of two dot stickers.
The dots were of diameter 0.5mm and of spacing 30mm, and were
adhered to the sample prior to testing. The relative displacement of
the dots was tracked at a frequency of 1 Hz by a suitable camera
system.7 For the as-received direct-spun CNTmat, the yield stress is
inferred from the stress-strain response via a bilinear fit, whilst for
the CNT-epoxy composites, it is determined by finding the inter-
section of the stress-strain curve with a line drawn parallel to the
initial, linear curve but offset by 0.2% in strain. The dimensions of
the cast epoxy samples for uniaxial tensile testing are given in
Fig. 7(b); the tensile strain was again measured with the optical
extensometer as described above.
The tensile uniaxial stress-strain response of CNT mat, CNT-
Fig. 6. Plan-view of (a) CNT mat, (b) composite (5) and (c) composite (9). FIB-milled cross-sections for (d) dry mat, (e) composite (5) and (f) composite (9). (g) Plan view of a CNT
bundle in dry mat; (h) FIB-milled cross-section of composite (9), with (i) distribution of Silicon-tagged epoxy. Images (a)e(e) taken in SEM, (f)e(i) in TEM. (A colour version of this
figure can be viewed online.)
6 Instron Ltd, Coronation Road, High Wycombe, Buckinghamshire, HP12 3SY, UK.
A load cell of maximum capacity 500 N was used for all tests. 7 GOM UK Ltd, 14 Siskin Parkway East, The Cobalt Centre, Coventry, CV3 4 PE, UK.
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3.2. Uniaxial tensile te ts
Uniaxial tensile te ts were performed on the CNT mat, CNT-
epoxy composites, and the epoxy matrix, using a screw-driven
test machine6 at a strain rate of _ε ¼ 104 s1. The ends of the
specimens were placed in wedge grips and were cushioned by
paper end tabs, s e Fig. 7(a). The axial nominal strain in the gauge
sectionwas measured by the axial displacement of two dot stickers.
The dots were of diameter 0.5 m and of spacing 30 m, and were
adhered to the sample prior to testing. The relative displacement of
the dots was tracked at a frequency of 1 Hz by a suitable camera
system.7 For the as-receive direct-spun CNTmat, the yield stress is
inferred from the stress-strain response vi a b linear fit, whilst for
the CNT-epoxy composites, it is determined by finding the inter-
section of the stress-strain curve with a line drawn parallel to the
in tial, linear curve but offset by 0.2% in strain. The dimensions of
the cast epoxy samples for uniaxial tensile testing are given in
Fig. 7(b); the tensile strain was again measured with the optical
extensometer as described above.
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Fig. 6. Plan-view of (a) CNT mat, (b) composite (5) and (c) composite (9). FIB-milled cros -sections for (d) dry mat, (e) composite (5) and (f) composite (9). (g) Plan view of a CNT
bundle in dry mat; (h) FIB-milled cros -section of composite (9), with (i) distribution of Silicon-tagged epoxy. Images (a) (e) taken in SEM, (f)e( ) in TEM. (A c lour version of this
figure can be viewed online.)
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3.2. Un xial tensile te ts
Un xial tensil e ts were pe formed on the CNT mat, CNT-
epoxy composites, and the epoxy matrix, using a screw-driven
est machine6 t a strain rate of _ε ¼ 104 s1. The ends of the
specimens were placed in wed e grips and were cushioned by
pap r end tabs, s e Fig. 7(a). The xial nominal strai in the gauge
sectionwas measured by the xial displac ment of tw dot stickers.
The dots were of diameter 0.5 m and of spacing 30 m, and were
adhered to the sample p ior to esting. The relative displac ment of
the dots was tracked t a frequency of 1 Hz by a suitable camera
system.7 For the as-rec ive direct-spun CNTmat, the yield stre s is
inf rred from the stre s-strain response vi a b linear fit, whilst for
the CNT-epoxy composites, it is determined by fi ding the inter-
secti n of the stre s-strain curve with a line drawn parallel to the
in tial, linear curve but offset by 0.2% in strain. The dimensions of
the cast epoxy samples for un xial tensil esting are give in
Fig. 7(b); th tensile strain w s again measured wi the optical
xtensometer as described above.
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epoxy composites, and the epoxy matrix, using a screw-driven
test machine6 at a strain rate of _ε ¼ 104 s1. The ends of the
specimens were placed in wedge grips and were cushioned by
paper end tabs, see Fig. 7(a). The axial nominal strain in the gauge
sectionwas measured by the axial displacement of two dot stickers.
The dots were of diameter 0.5mm and of spacing 30mm, and were
adhered to the sample prior to testing. The relative displacement of
the dots was tracked at a frequency of 1 Hz by a suitable camera
system.7 For the as-received direct-spun CNTmat, the yield stress is
inferred from the stress-strain response via a bilinear fit, whilst for
the CNT-epoxy composites, it is determined by finding the inter-
section of the stress-strain curve with a line drawn parallel to the
initial, linear curve but offset by 0.2% in strain. The dimensions of
the cast epoxy samples for uniaxial tensile testing are given in
Fig. 7(b); the tensile strain was again measured with the optical
extensometer as described above.
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Uniaxial tensile te ts were performed on the CNT mat, CNT-
epoxy composites, and the epoxy matrix, using a screw-driven
test machine6 at a strain rate of _ε ¼ 104 s1. The ends of the
specimens were placed in wedge grips and were cushioned by
paper end tabs, s e Fig. 7(a). The axial nominal strain in the gauge
sectionwas measured by the axial displacement of two dot stickers.
The dots were of diameter 0.5 m and of spacing 30 m, and were
adhered to the sample prior to testing. The relative displacement of
the dots was tracked at a frequency of 1 Hz by a suitable camera
system.7 For the as-receive direct-spun CNTmat, the yield stress is
inferred from the stress-strain response vi a b linear fit, whilst for
the CNT-epoxy composites, it is determined by finding the inter-
section of the stress-strain curve with a line drawn parallel to the
in tial, linear curve but offset by 0.2% in strain. The dimensions of
the cast epoxy samples for uniaxial tensile testing are given in
Fig. 7(b); the tensile strain was again measured with the optical
extensometer as described above.
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inf rred from the stre s-strain response vi a b linear fit, whilst for
the CNT-epoxy composites, it is determined by fi ding the inter-
secti n of the stre s-strain curve with a line drawn parallel to the
in tial, linear curve but offset by 0.2% in strain. The dimensions of
the cast epoxy samples for un xial tensil esting are give in
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xtensometer as described above.
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Uniaxial tensile tests were performed on the CNT mat, CNT-
epoxy composites, and the epoxy matrix, using a screw-driven
test machine6 at a strain rate of _ε ¼ 104 s1. The ends of the
specimens ere placed in wedge grips and were cushioned by
paper end tabs, see Fig. 7(a). The axial nominal strain in the gauge
sectionwas measured by the axial displacement of two dot stickers.
The dots were of diameter 0.5mm and of spacing 30mm, and were
adhered the sample prior to testing. The relat ve displacement of
the dots was tracked at a frequency of 1 Hz by a suitable camera
system.7 For the as-received direct-spun CNTmat, the yield stress is
inferred from the stress-strain response via a bilinear fit, whilst for
the CNT-epoxy co posites, it is determined by finding the inter-
section of the stress-strain curve with a line drawn parallel to the
initial, linear curve but offset by 0.2% in strain. The dimensions of
the cast epoxy samples for uniaxial tensile testing are given in
Fig. 7(b); the tensile strain was again measured with the optical
extensometer as described above.
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3.2. Uniaxial tensile te ts
Uniaxial tensile te ts were performed on the CNT mat, CNT-
epoxy composites, and the epoxy matrix, using a screw-driven
test machine6 at a strain rate of _ε ¼ 104 s1. The ends of the
specimens were placed in wedge grips and were cushioned by
paper end tabs, s e Fig. 7(a). The axial nominal strain in the gauge
sectionwas measured by the axial displacement of two dot stickers.
The dots were of diameter 0.5 m and of spacing 30 m, and were
adhe ed o the s mple prior to testing. The relative displacement of
the dots was tracked at a frequency of 1 Hz by a suitable camera
system.7 For the as-receive direct-spun CNTmat, the yield stress is
inferred from the stress-strain response vi a b linear fit, whilst for
the CNT-epoxy co posites, it is determined by finding the inter-
section of the stress-strain curve with a line dra n parallel to the
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extensometer as described above.
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inf rred from the stre s-strain response vi a b linear fit, whilst for
the CNT-epoxy co posites, it is determined by fi ding the inter-
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in tial, linear curve but offset by 0.2% in strain. The dimensions of
the cast epoxy samples for un xial tensil esting are give in
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xtensometer as described above.
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Fig. 4.3 (a) Plan-view of (a) CNT mat, (b) compo i (5) and ( ) composi e (9). FIB-m l ed
ross-sections for (d) dry mat, (e) comp sit (5) a d (f) compo ite (9). (g) Pla vie of a
CNT bundle i d y mat; (h) FIB-mille cross-se tio f compo ite (9), it (i) istribution
f silicon-tagg d epoxy. I ages (a)–(e) a n in SEM, (f)–(i) in TEM.
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A plan view image of a CNT bundle in the as-received direct-spun mat from TEM is shown
in Figure 4.3g, revealing the crystalline, close-packed CNT bundle microstructure. A com-
plementary, transverse image of a CNT bundle cross section in the direct-spun mat/silicone
epoxy resin composite, produced from a cross-sectional cut of the composite in the through-
thickness direction, is given in Figure 4.3h. The CNTs are predominantly multi-walled, and
the individual CNTs within a bundle remain close-packed after epoxy infiltration. Elemental
mapping of this bundle cross-sectional view is shown in Figure 4.3i, revealing the distribution
of silicon-tagged epoxy within the microstructure. The elemental mapping shows that the
epoxy resin surrounds the bundle, and wets the bundle surface, but does not penetrate the
voids between neighbouring CNTs within each bundle.
4.3.2 Uniaxial tensile tests
Uniaxial tensile tests were performed on the CNT mat, CNT-epoxy composites, and the
epoxy matrix, using a screw-driven test machine6 at a strain rate of ε̇ = 10−4 s−1. The ends
of the specimens were placed in wedge grips and were cushioned by paper end tabs, see
Figure 4.4a. The axial nominal strain in the gauge section was measured by tracking the
axial displacement of two dot stickers. The dots were of diameter 0.5 mm and of spacing
30 mm, and were adhered to the sample prior to testing. The relative displacement of the
dots was recorded at a frequency of 1 Hz with a suitable camera system7. For the as-received
direct-spun CNT mat, the yield stress is inferred from the stress-strain response via a bilinear
fit, whilst for the CNT-epoxy composites, it is determined by finding the intersection of the
stress-strain curve with a line drawn parallel to the initial, linear portion of the stress-strain
response but offset by 0.2% in strain. The dimensions of the cast epoxy samples for uniaxial
tensile testing are given in Figure 4.4b; the tensile strain was also measured with the optical
extensometer as described above.
The tensile uniaxial stress-strain response of CNT mat, CNT-epoxy composites and epoxy are
plotted in Figure 4.5a-c. In order to determine the degree of in-plane anisotropy, tensile tests
were conducted on samples of dry mat (1) and composite (9), oriented at 0◦, 45◦ and 90◦ to
the principal material orientation, see Figure 4.5a. Both materials exhibit moderate in-plane
anisotropy. The ductility of the composite is inferior to that of the as-received mat, but the
strength and stiffness are both enhanced. The uniaxial tensile responses of CNT mat-epoxy
composite samples oriented at 0◦ to the principal material direction, and consolidated under
6Instron Ltd, Coronation Road, High Wycombe, Buckinghamshire, HP12 3SY, UK. A load cell of maximum
capacity 500 N was used for all tests.
7GOM UK Ltd, 14 Siskin Parkway East, The Cobalt Centre, Coventry CV3 4PE, UK
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epoxy composites and epoxy are plotted in Fig. 8(a)-(c). In order to
determine the degree of in-plane anisotropy, tensile tests were
conducted on samples of dry mat (1) and composite (9), oriented at
0, 45 and 90 to the principal material orientation, see Fig. 8(a).
Both materials exhibit moderate in-plane anisotropy. The ductility
of the composite is inferior to that of the as-received mat, but the
strength and stiffness are both enhanced. The uniaxial tensile re-
sponses of CNT mat-epoxy composite samples oriented at 0 to the
principal material direction, and consolidated under atmospheric
vacuum, are compared with those of the as-received CNT mat and
cured epoxy dogbone samples in Fig. 8(b). Note that the stress-
strain responses of the composites are much higher than those of
the epoxy and direct-spun mat. The mechanical behaviour of the
epoxy dogbone samples is almost insensitive to the initial con-
centration of epoxy in acetone, prior to evaporation of the acetone,
see samples (10) and (11) in Fig. 8(b). The stress-strain response of
samples oriented at 0 to the principal material direction and
subjected to a 10MPa pressure prior to cure are compared with
those that have been consolidated under vacuum in Fig. 8(c).
Consolidation with a 10MPa through-thickness pressure results in
superior mechanical properties for both the direct-spun mat and
composites; these composites exhibit the highest strength of
410MPa and stiffness of almost 30 GPa in the present study.
The modulus, yield strength and ultimate strength of CNT mat-
epoxy composites, direct-spun mat, and epoxy are plotted against
the measured sample density in Fig. 8(d), (e) and (f), respectively.
The modulus and strength are dependent on the volume fraction of
both CNTs and epoxy in a non-linearmanner. The greatest measured
moduli and yield strengths of CNT-epoxy composites lie approxi-
mately an order of magnitude above the corresponding values for
the unreinforced, as-received CNT mat, or the epoxy measured in
bulk form. Also, the high pressure cure cycle leads to an increase in
modulus and strength by a factor of about 2 for the same density.
3.3. In-plane electrical properties, unloading and piezoresistive
behaviour
The in-plane electrical conductivity of the CNT mat and of the
CNT-epoxy composites were measured by a four-point probe
method prior to mechanical tensile testing; the sample dimensions
and experimental setup are described in Fig. 7(c). Contacts of
adequately low resistance for 4-point testing were made by laying
the samples on copper contacts. The presence of breather layer
material on each side of the composites during cure meant that
excess resin was removed by the applied vacuum and reliable
electrical contacts were achieved. The only instance where the
electrical contact did require improvement was for composite (9);
in this case, mild sanding of the surface was sufficient to ensure a
satisfactory electrical contact. To verify that the electrical current
density was constant over the sample cross-section, measurements
of the potential drop along the gauge length were taken both on the
side of the sample onwhich the current probes were placed, and on
the opposite side. It was noted that current flow was uniform
throughout the thickness.
The in-plane electrical conductivity measured from samples of
direct-spun CNT mat (1) oriented at 0, 45 and 90 to the principal
material orientation, and of CNT-epoxy composite (9), are given in
the bar chart of Fig. 9(a); the electrical conductivity of both the
direct-spun mat and composite exhibit similar levels of anisotropy.
The electrical conductivity of direct-spun CNTmats and composites
measured along the principal material orientation is plotted against
the CNT volume fraction fB in Fig. 9(b): the electrical conductivity K
scales linearly with CNT volume fraction fB.
A limited number of tensile tests were also conducted with
simultaneous measurement of the electrical resistance within the
central portion of the sample gauge length, to compare the in-plane
piezoresistive behaviour and post-yield mechanical response of the
CNT mat (1) and CNT-epoxy composite (9); the results are given in
Fig. 9(c). Current and voltage probes were attached to the sample
with electrically conductive silver paint, and the resistance was
measured at a frequency of 1 Hz. A constant current of 25mA was
supplied to the sample throughout the test, and partial unloading
was conducted at regular intervals. The measured sample resistance
R is normalised in Fig. 9(c) by its value R0 at the start of the test. The
unloading modulus of the samples Eu as defined by the gradient of
the stress-strain response at the onset of unloading, are plotted in
Fig. 9(d) as a function of axial strain. The unloading modulus of the
CNT mat increases with increasing strain, and this is due to the
progressive alignment of CNT bundles with the loading direction. In
contrast, the unloading modulus of the composite decreases with
Fig. 7. Specimen geometries, (a) for uniaxial tensile tests on CNT mat or CNT-epoxy composites, (b) epoxy dog-bone sample, with thickness 6mm. (c) Four-point probe method used
to measure the electrical conductivity. All dimensions are in mm.
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Fig. 4.4 Specimen geometries, (a) for uniaxial tensile tests on CNT mat or CNT-epoxy
composites, (b) epoxy dog-bone sample, with thickness 6 mm. (c) Four-point probe method
s to ea ure the electrical conductivity. All dimensions are in mm.
atmospheric vacuum, are compared with those of the as-received CNT mat and cured epoxy
dogbone samples in Figure 4.5b. Note that the stress-strain responses of the composites are
much above than those of the epoxy and direct-spun mat. The mechanical behaviour of the
epoxy dogbone samples is almost insensitive to the initial concentration of epoxy in acetone,
pri r to eva oration f th acetone, see samples (10) and (11) in Figure 4.5b. The stress-strain
response of samples oriented in-l e with the princi al material d rection and subjec ed to
a 10 MPa pressure rior to cure are compared with those of s mples onsoli ated under
vacuum in Figure 4.5c. Consolidation with a 10 MPa through-thickness pressure results in a
stress-strain response much above that measured for other direct-spun mat and composite
samples; these composites exhibit the highest strength of 410 MPa and Young’s modulus of
almost 30 GPa measured in the present study.
The modulus, yield strength and ultimate strength of CNT mat-ep xy composites, direct-spun
mat, and epoxy are plotted against the measured sample density in Figure 4.5d, 4.5e and
4.5f, respectively. The modulus and strength are dependent on the volume fraction of both
CNTs and epoxy in a non-linear manner. The greatest measured Young’s modulus and yield
strengths of CNT-epoxy composites lie approximately an order of magnitude above the
corresponding values for the unreinforced, as-received CNT mat, or the epoxy mea ured in
bulk for . Also, the high pressure cure cycle leads to an increase in modulus and strength by
a factor of about 2 for the same density.
80 Mechanical and electrical properties of direct-spun mat-epoxy composites
increasing strain. This is suggestive of microstructural damage,
presumably in the form of cracking of the epoxy matrix [2].
4. A micromechanical model for modulus and yield strength
A micromechanical model is now developed, based on the
characterisation of the underlying material microstructure, to un-
derstand the origin of the stiffening and strengthening due to the
epoxy matrix within the CNT mat.
4.1. An idealisation of CNT mat-epoxy composite microstructure
The unreinforced CNT mat microstructure consists of an inter-
linked network of nanotube bundles. The bundles are connected by
the branching of CNTs from one bundle to the next. This random,
interconnected, dry bundle network has a nodal connectivity of
between 3 and 4, and earlier in-situ experiments [57] reveal that it
deforms in a foam-like manner, predominantly due to bending and
shearing of the CNT bundles, rather than by their axial stretch. For
an estimation of strength and stiffness, this microstructure moti-
vates the use of a periodic, planar hexagonal honeycomb network,
represented by a repeating honeycomb unit cell of interlinked CNT
bundle struts and epoxy, as illustrated in Fig. 10(a). This unit cell
was used before as an idealisation for dry CNT mat, and provided a
useful estimate for the dry CNT mat modulus and yield strength
[57]. Microscopy of the composites reveals that the outer surfaces
of the CNT bundles are coated with epoxy, and that the epoxy does
not infiltrate the bundles, see Fig. 6(h) and (i). An increase in
Fig. 8. Stress versus strain response of composites and mat (a) in 3 orientations, (b) manufactured at P ¼ 0.1MPa. Materials manufactured with P ¼ 1MPa and P ¼ 10MPa are
compared in (c). Dependence upon density r of modulus E in (d), yield strength sYS in (e), and ultimate tensile strength sUTS in (f) for the composites, direct-spun mat, and epoxy. (A
colour version of this figure can be viewed online.)
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F g. 4.5 St ss v r s strain response of composites and mat a) in 3 or ntations, (b)
manufactured at P = 0.1 MPa. Materials manufactured with P = 1 MPa and P = 10 MPa are
compared in (c). Dependence of modulus E upon density ρ in (d), yield strength σY S in (e)
and ultim te tensile strengt σUT S in (f) for the c mposites, direct-spun mat, nd epoxy.
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4.3.3 In-plane electrical properties, unloading and piezoresistive be-
haviour
The in-plane electrical conductivity of the CNT mat and CNT-epoxy composites was mea-
sured with a four-point probe method prior to mechanical tensile testing; the sample di-
mensions and experimental setup are described in Figure 4.4c. Contacts of adequately
low resistance for 4-point testing were made by laying the samples on copper contacts.
The presence of breather layer material on each side of the composites during cure meant
that excess resin was removed by the applied vacuum and reliable electrical contacts were
achieved. The only instance where the electrical contact did require improvement was for
composite (9); in this case, mild sanding of the surface was sufficient to ensure a satisfactory
electrical contact. To verify that the electrical current density was constant over the sample
cross-section, measurements of the potential drop along the gauge length were taken on the
side of the sample on which the current probes were placed, and also on the opposite side.
These measurements indicated a uniform current flow throughout the sample thickness.
The in-plane electrical conductivity measured from samples of direct-spun CNT mat and of
CNT-epoxy composite (9) oriented at 0◦, 45◦ and 90◦ to the principal material orientation are
given in the bar chart of Figure 4.6a; the electrical conductivity of both the direct-spun mat
and composite exhibit similar levels of anisotropy. The electrical conductivity of direct-spun
CNT mats and composites measured along the principal material orientation is plotted against
the CNT volume fraction fB in Figure 4.6b: note that the electrical conductivity K scales
linearly with CNT volume fraction fB.
To compare the in-plane piezoresistive behaviour and post-yield mechanical response of the
CNT mat (1) and CNT-epoxy composite (9), A limited number of tensile tests were also
conducted with simultaneous measurement of the electrical resistance within the central
portion of the sample gauge length; the results are given in Figure 4.6c. Current and voltage
probes were attached to the sample with electrically conductive silver paint, and the resistance
was measured at a frequency of 1 Hz. A constant current of 25 mA was supplied to the
sample throughout the test, and partial unloading was conducted at regular intervals. The
measured sample resistance R is normalised in Figure 4.6c by its value R0 at the start of the
test. The unloading modulus EU as defined by the gradient of the stress-strain response at
the onset of unloading. Both are plotted in Figure 4.6d as a function of tensile strain. The
unloading modulus of the CNT mat increases with increasing strain, and this is due to the
progressive alignment of CNT bundles with the loading direction as observed in section 3.3.6.
In contrast, the unloading modulus of the composite decreases with increasing strain. This
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is suggestive of microstructural damage, presumably in the form of cracking of the epoxy
matrix [221].
volume fraction of epoxy leads to progressive filling of the pores
between the bundles. Here, we vary the volume fractions of CNT
bundles, epoxy and air in the unit cell according to their values
recorded in experiment, and assume that the epoxy extends from
the CNT bundle struts into the centre of the pores, with thickness
equivalent to that of the bundles in the out-of-plane direction, as
shown in Fig. 10(b). Finite element calculations were conducted to
model the stress-strain response of this honeycomb unit cell in
plane stress, using the commercially available finite element
package ABAQUS Standard (version 6.14). The simulation set up and
boundary conditions are illustrated in Fig. 10(c); the roller bound-
ary conditions were defined such that there are vanishing com-
ponents of stress in the x2 direction, and to achieve symmetry and
deformation consistent with that of the periodic honeycomb
network. A perfect-bond between the CNT bundles and epoxy is
assumed. The degree of anisotropy of response of the unit cell is
controlled by suitable choice of the initial value of the angle u,
which is a measure of the alignment of the CNT bundle micro-
structure with the principal material direction. The thickness of the
CNT bundle struts and epoxy layer are listed in Table S2 of the
supplementary information for the simulations, alongside illus-
trations of the simulated unit cell over the compositional range of
CNT-epoxy composites and direct-spun mat in Fig. S2.
4.2. Constitutive model for CNT bundles and matrix
Covalent bonding within the CNT walls endows themwith high
axial strength and stiffness. In contrast, the bonds between adja-
cent CNT tubes are comparatively weak, and hence the longitudinal
shear modulus and shear strength of CNT bundles is much below
their axial modulus and strength in tension [3,73,74]. Here, we
recognise that CNT bundles are transversely isotropic with respect
to their longitudinal axis, and treat the CNT bundle as an aniso-
tropic, homogeneous continuum. We define the constitutive re-
lationships as follows.
Consider first the elastic response of CNT bundles. The elastic

































































We proceed to obtain estimates for the elastic constants in (2).
Further details of our methods and constants used in calculation
are provided in Section 2 of the supplementary information.
The modulus of CNT walls measured in axial tension, and
based upon an assumed interlayer spacing of 0.335 nm, is taken to
be 1 TPa [3,75,76]. We estimate the bundle axial modulus by
assuming all CNT walls within the bundle cross-section are
Fig. 9. (a) The electrical conductivity of the CNT mat (1) and CNT-epoxy composite (9) in different directions. (b) Electrical conductivity in the principal material direction plotted
against CNT volume fraction. (c) Piezoresistive and unloading response, showing evolution of sample resistance with strain for dry mat and composite. The moduli upon unload are
plotted against the applied tensile strain in (d). (A colour version of this figure can be viewed online.)
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structure with the principal material direction. The thickness of the
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trations of the simulated unit cell over the compositional range of
CNT-epoxy composites and direct-spun mat in Fig. S2.
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Covalent bonding within the CNT walls endows themwith high
axial strength and stiffness. In contrast, the bonds between adja-
cent CNT tubes are comparatively weak, and hence the longitudinal
shear modulus and shear strength of CNT bundles is much below
their axial modulus and strength in tension [3,73,74]. Here, we
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tropic, homogeneous continuum. We define the constitutive re-
lationships as follows.
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We proceed to obtain estimates for the elastic constants in (2).
Further details of our methods and constants used in calculation
are provided in Section 2 of the supplementary information.
The modulus of CNT walls measured in axial tension, and
based upon an assumed interlayer spacing of 0.335 nm, is taken to
be 1 TPa [3,75,76]. We estimate the bundle axial modulus by
assuming all CNT walls within the bundle cross-section are
Fig. 9. (a) The electrical conductivity of the CNT mat (1) and CNT-epoxy composite (9) in different directions. (b) Electrical conductivity in the principal material direction plotted
against CNT volume fraction. (c) Piezoresistive and unloading response, showing evolution of sample resistance with strain for dry mat and composite. The moduli upon unload are
plotted against the applied tensile strain in (d). (A colour version of this figure can be viewed online.)
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Fig. 4.6 (a) The el ctrical conductivity of the CNT mat (1) and CNT-epoxy composite (9)
in different directions. (b) Electrical c nductivity in t e principal material dir ction plotted
against CNT volume fraction. (c) Piezoresistive and unloading response, showing evolution
of sample resistance with strain for dry mat and composite. The Young’s moduli measured
upon unloading are plotted against the applied tensile strain in (d).
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4.4 A micromechanical model for modulus and yield strength
A micromechanical model is now developed, based on the characterisation of the underlying
material microstructure, to understand the origin of the stiffening and strengthening due to
the epoxy matrix within the CNT mat.
4.4.1 An idealisation of CNT mat-epoxy composite microstructure
The unreinforced CNT mat microstructure consists of an interlinked network of nanotube
bundles. The bundles are connected by the branching of CNTs from one bundle to the next.
This random, interconnected, dry bundle network has a nodal connectivity of between 3 and
4, and the in-situ experiments described in section 3.3.6 reveal that it deforms in a foam-like
manner, predominantly due to bending and shearing of the CNT bundles, rather than by their
axial stretch. For an estimation of strength and stiffness, this microstructure motivates the use
of a periodic, planar hexagonal honeycomb network, represented by a repeating honeycomb
unit cell of interlinked CNT bundle struts and epoxy, as illustrated in Figure 4.7a. Used in
section 3.4 as an idealisation for the CNT dry mat, this type of unit cell provided a useful
estimate of the dry CNT mat modulus and yield strength. Microscopy of the composites
reveals that the outer surfaces of the CNT bundles are coated with epoxy, and that the epoxy
does not infiltrate the bundles, see Figure 4.3h and 4.3i. An increase in epoxy volume fraction
leads to progressive filling of the pores between the bundles. Here, the volume fractions
of CNT bundles, epoxy and air in the planar unit cell are varied according to their values
recorded in experiment, and the epoxy extends from the CNT bundle struts into the centre of
the pores, with thickness equivalent to that of the bundles in the out-of-plane direction, see
Figure 4.7b.
Finite element calculations were conducted to model the stress-strain response of the hon-
eycomb unit cell in plane stress, using the commercially available finite element package
ABAQUS8. The simulation set up and boundary conditions are illustrated in Figure 4.7c;
the roller boundary conditions were defined such that there are vanishing components of
stress in the x2 direction, and to achieve symmetry and deformation consistent with that
of the periodic honeycomb network. A perfect bond between the CNT bundles and epoxy
is assumed. The degree of anisotropy of response of the unit cell is controlled by suitable
choice of the initial value of the angle ω , which is a measure of the alignment of the CNT
bundle microstructure with the principal material direction.
8ABAQUS (V. 6.14). Dassault Systèmes, 334-335 Cambridge Science Park Rd., Cambridge, CB4 0WN.
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subjected to a uniform tensile strain. The longitudinal CNT bundle
modulus EB11 is related to the wall modulus Ew and wall density rw
by EB11 ¼ EwðrB=rwÞ [77]. Substitution of the measured values of
measured bundle density rB and wall density rw ¼ 2300 kg/m3
implies that EB11 ¼ 680 GPa. Suggested values within the literature
[78,79] for the transverse modulus EB22 ¼ EB33 for bundles of single-
walled CNTs range from 40 GPa to 78 GPa. Here, we assume that
EB22 ¼ EB33 ¼ 50 GPa, and take the Poisson ratio to be n12 ¼ n13 ¼ 0.3.





from the weak interfacial bonding between CNTs, and we assume
that they are all equal. By calibration of the predicted macroscopic
stiffness of the CNT honeycomb with the measured modulus of the
dry unreinforced CNTmat upon unloading, we already deduced in a
previous study [57] that GB12 ¼ 9.5 GPa, and this value is again used
herein.
Now consider the strength and post-yield behaviour of a CNT
bundle. Hill's anisotropic yield criterion [80] is used here to
represent the post-yield behaviour of the CNT bundles. The total
strain rate _εij is the sum of the elastic strain rate _εeij and plastic strain
rate _εpij,
_εij ¼ _εeij þ _εpij: (3)







in terms of a plastic multiplier _l, and the Hill potential F, as defined
by:
Fig. 10. The planar honeycomb unit cell idealisation of (a) CNT mat and (b) CNT-epoxy composite microstructure with u ¼ 45 . Details of the simulation setup and boundary
conditions for the repeating unit cell analysed are shown in (c); note the variation of material orientation around the node. (A colour version of this figure can be viewed online.)
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Fig. 4.7 The planar hon ycomb unit cell idealisatio of (a) CNT mat and (b) CNT- poxy
composite microstructure with ω = 45◦. Details of the simulation setup and boundary
conditions for the repeating unit cell analys d are shown in (c); note the variation of material
rientation around the no e.
Images of the unit cells of CNT bundles, epoxy and air used in simulation are given in Figure
4.8, along with the notatio u ed for unit cell dimensions. The ratio of the CNT bundle
thickness to the length of unit cell struts tB/l and the ratio of the epoxy layer thickness to unit
cell strut length te/l are recorded in Table 4.2 for each of the simulated unit cells. The ratios
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of the fillet radii to bundle thickness, R1/tB and R2/tB, are 2.0 and 0.54 respectively, with the
exception of composite 6(h), where an elliptical pore was used instead, see Figure 4.8.
Fig. 4.8 Finite element models of dry CNT mat and CNT-epoxy composites.
Table 4.2 Normalised values of CNT bundle thickness, epoxy layer thickness and fillet radii
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4.4.2 Constitutive model for CNT bundles and matrix
Covalent bonding within the CNT walls endows them with high axial strength and stiffness.
In contrast, the bonds between adjacent CNT tubes are comparatively weak, and hence the
longitudinal shear modulus and shear strength of CNT bundles is much below their axial
modulus and strength in tension, as described in section 2.2.2 [10, 264, 275]. Upon recog-
nising that CNT bundles are transversely isotropic with respect to their longitudinal axis,
labelled as the 11-direction, the CNT bundles are idealised as an anisotropic, homogeneous
continuum. Their constitutive relationships are defined as follows.
First, consider the elastic response of CNT bundles. The elastic strain εei j is related to
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The modulus of CNT walls measured in axial tension, and based upon an assumed interlayer
spacing of 0.34 nm, is taken to be 1 TPa [10, 237, 448]. The axial bundle modulus EB11 is
estimated by assuming all CNT walls within the bundle cross-section are subjected to a uni-
form tensile strain: The longitudinal CNT bundle modulus EB11 is related to the wall modulus
Ew and wall density ρw by EB11 = Ew (ρB/ρw) [261]. Substitution of the measured values of
measured bundle density ρB and wall density ρw = 2300 kg/m3 implies that EB11 = 680 GPa.
Suggested values within the literature for the transverse Young’s modulus EB22 = E
B
33 of
single-walled CNT bundles range from 17 GPa to 63 GPa [272–274]. Here, it is assumed
that EB22 = E
B
33 = 50 GPa, and the Poisson ratio is ν12 = ν13 = 0.3. The low values of bundle




23 all result from the weak interfacial bonding between CNTs;
for the purposes of analysis, they are all taken to be equal. By calibration of the predicted
macroscopic stiffness of the CNT honeycomb with the measured modulus of the dry unrein-
forced CNT mat upon unloading, it was deduced in section 3.4 that GB12 = 9.5 GPa, and this
value is used again herein.
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Now consider the anisotropic strength and post-yield behaviour of a CNT bundle. Hill’s
anisotropic yield criterion [449] is used here to represent the post-yield behaviour of the CNT
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e
i j + ε̇
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i j. (4.3)
The plastic strain rate is defined by the associated flow rule,
ε̇
p




in terms of a plastic multiplier λ̇ and the Hill potential Φ, as defined by:
2Φ = F (σ22 −σ33)2 +G(σ33 −σ11)2 +H (σ11 −σ22)2 +2Lτ223 +2Mτ231 +2Nτ212. (4.5)
The constants F , G and H are directly related to the tensile yield strength of the CNT bundle
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Experiments on individual CNT bundles from direct-spun fibres reveal that the tensile wall
fracture strength σw lies between 5.5 GPa and 25 GPa [267]. Here, the bundle axial strength
is estimated by assuming that it, like the axial bundle modulus, scales with the CNT wall
strength and bundle density, according to σB11 = σw (ρB/ρw). Upon taking σw = 5.5 GPa
[267], the axial bundle fracture strength is estimated to be 3.7 GPa. The longitudinal and




23, and the remaining transverse normal yield
strengths σB22 and σ
B
33, are set to equal τ
B
y , which is calibrated to the macroscopic CNT mat
yield strength measured in tensile testing. A hardening modulus of value 10−4EB11 for all
stress components was employed post-yield to ensure converged results. The epoxy matrix is
treated as an isotropic elastic, perfectly plastic solid that satisfies J2 flow theory. A summary
of all material properties used in the finite element simulations is provided in Table 4.3.
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Table 4.3 Material constants used in the finite element analysis.
Material Material Constants




33 = 50 GPa





ν12 = ν13 = 0.3
σB11 = 3700 MPa
σ22 = σ33 = τ
B
y = 80 MPa (CNT bundle absent epoxy)
σ22 = σ33 = τ
B








Epoxy EE = 3.0 GPa
νE = 0.3
σEy = 60 MPa
4.4.3 Calibration of the unit cell model
The honeycomb model was calibrated via the following steps.
Step (I): The elastic response of the dry honeycomb (absent epoxy) was determined for
uniaxial loading in the x1 and x2 directions, in order to obtain E11/E22 for 30◦ ≤ ω ≤ 50◦.
The sensitivity of E11/E22 to the initial value of ω is shown in Figure 4.9a, and the measured
ratio E11/E22 = 6.4 implies that ω = 45◦.
Step (II): The uniaxial yield strength of the honeycomb unit cell was predicted for com-
positions (1) and (9), again for loading in the x1 and x2 directions. The initial inclination
of the unit cell wall ω was set to be 45◦ for all simulations, but the bundle shear strength
τBy was varied. By matching the predicted macroscopic yield strength σ
y
11 to the measured
value of the CNT dry mat (1), the value of CNT bundle shear strength was deduced to equal
τBy = 80 MPa. Likewise, by matching the predicted value of σ
y
11 to the measured value for
the CNT-epoxy composite (9) a value of CNT bundle shear yield strength τBy = 250 MPa
was determined.
4.4.4 Prediction of the calibrated model
It remains to compare the predictions of the honeycomb model with the measured uniaxial
response of the CNT-epoxy composites. The measured and predicted stress-strain responses
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2F¼ Fðs22  s33Þ2 þ Gðs33  s11Þ2 þ Hðs11  s22Þ2 þ 2Lt223
þ 2Mt231 þ 2Nt212
(5)
The constants F , G and H are directly related to the tensile yield
































Experiments on individual CNT bundles reveal that the tensile
wall fracture strength sw is between 5.5 GPa and 25 GPa [81]. Here,
we estimate the bundle axial strength by assuming that it, like the
axial bundle modulus, scales with the CNT wall strength and
bundle density, such that sB11 ¼ swðrB=rwÞ. Upon taking sw ¼
5.5 GPa [81], we estimate the axial bundle fracture strength to be
3.7 GPa. The longitudinal and transverse shear yield strengths, tB12,
tB13 and t
B
23, and the remaining transverse normal yield strengths
sB22 and s
B
33, are set equal to t
B
y , which is the macroscopic as-
measured yield strength. A hardening modulus of value 104EB11
for all stress components was employed post-yield to ensure
converged results. The epoxy matrix is treated as an isotropic
Table 2
Material constants used in the finite element analysis.
Material Material constants
CNT bundle EB11 ¼ 680 GPa, EB22 ¼ EB33 ¼ 50 GPa
GB12 ¼ GB23 ¼ GB13 ¼ 9.5 GPa, n12 ¼ n13 ¼ 0.3
sB11 ¼ 3700MPa
sB22 ¼ sB33 ¼ tBy ¼ 80MPa (CNT bundle absent epoxy), 250MPa (epoxy coated CNT bundle)
tB12 ¼ tB23 ¼ tB13 ¼ tBy




Fig. 11. The ratios of the predicted principal and transverse moduli are plotted as a function of u in (a), alongside the experimentally measured values. Measured and predicted
uniaxial stress-strain responses are plotted in (b), and the modulus and yield strengths of manufactured CNT mat and composites in the principal material direction are compared
with the unit cell predictions in (c) and (d) respectively. (A colour version of this figure can be viewed online.)
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2F¼ Fðs22  s33Þ2 þ Gðs33  s11Þ2 þ Hðs11  s22Þ2 þ 2Lt223
þ 2Mt231 þ 2Nt212
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The constants F , G and H are directly related o th tensile yield
































Experiments o individual CNT bundles reveal that th tensile
wall fracture strength sw is between 5.5 GPa and 25 GPa [81]. Here,
we estima e the bundle xial strength by assuming that it, like the
xial bundle modulu , scales with the CNT wall strength and
bundle density, such that sB11 ¼ swðrB=rwÞ. Upon taking sw ¼
5.5 GPa [81], we estima e the xial bundle fracture streng h to be
3.7 GPa. The longitudinal and transv r e shear yield strengths, tB12,
tB13 and t
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sB22 and s
B
33, are s t equal to t
B
y , w ich is the macroscopic as-
measured yield strength. A hardening modulus of value 104EB11
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Material Material cons ants
CNT bundle EB11 ¼ 680 GPa, EB22 ¼ EB33 ¼ 50 GPa
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sB11 ¼ 3700MPa
sB22 ¼ sB33 ¼ tBy ¼ 80MPa (CNT bundle absent epoxy), 250MPa (epoxy coated CNT bundle)
tB12 ¼ tB23 ¼ tB13 ¼ tBy
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uniaxial tress-strain responses are plotted in (b), and the modulus and yield strengths of manufactured CNT mat and compo ites in the principal material direction are compared
with the unit cell predictio s in (c) and (d) r spectively. (A colour versi n of this figure can b viewed online.)
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Fig. 4.9 (a) The ratios of the predicted in-plane Young’s moduli in principal and transverse
directions are plotted as a function of ω in (a), alongside the experimentally measured values.
Measured and predicted uniaxial stress-strain responses are plotted in (b), and the Young’s
modulus and yield strength of manufactured CNT mat and composites in the principal
material direction are compared with the unit cell predictions in (c) and (d) respectively.
for tensile loading in the x1 and x2 directions are shown in Figure 4.9b for dry CNT mat
(1) with fe = 0, CNT-epoxy composite (4) with fe = 0.14, and CNT-epoxy composite (9)
with fe = 0.79. Adequate agreement is evident including the degree of anisotropy in yield
behaviour. It is emphasised that the approach is an approximation for the detailed geometry
of the network and so precise quantitative agreement is not to be expected.
Now the finite element predictions for the modulus and yield strength in the principal
material direction are compared against experiment over the range of manufactured mat and
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elastic, perfectly plastic solid that satisfies J2 flow theory. A sum-
mary of all material properties used in the finite element simula-
tions are listed in Table 2.
4.3. Calibration of the unit cell model
The honeycomb model was calibrated via the following steps.
Step (I): the elastic response of the dry honeycomb (absent
epoxy) was determined for uniaxial loading in the x1 and x2 di-
rections, in order to obtain E11 =E22 for 30  u  50. The sensi-
tivity of E11 =E22 to the initial value of u is shown in Fig. 11(a), and
the measured ratio E11 =E22 ¼ 6.4 implies that u ¼ 45.
Step (II): The uniaxial yield strength of the honeycomb unit cell
was predicted for compositions (1) and (9), again for loading in the
x1 and x2 directions. The initial inclination of the unit cell wall u
was set to be 45 for all simulations, but the bundle shear strength
tBy was varied. By matching the predicted macroscopic yield
strength sy11 to the measured value of the CNT dry mat (1), we
deduce tBy ¼ 80MPa. Likewise, by matching the predicted value of
sy11 to the measured value for the CNT-epoxy composite (9) we
deduce that tBy ¼ 250MPa.
4.4. Prediction of the calibrated model
It remains to compare the predictions of the honeycomb model
with the measured uniaxial response of the CNT-epoxy composites.
The measured and predicted stress-strain responses for tensile
loading in the x1 and x2 directions are shown in Fig. 11(b) for dry
CNT mat (1) with fe ¼ 0, CNT-epoxy composite (4) with fe ¼ 0.14,
and CNT-epoxy composite (9) with fe ¼ 0.79. Adequate agreement
is evident including the degree of anisotropy in yield behaviour. We
emphasise that the approach is an approximation for the detailed
geometry of the network and so precise quantitative agreement is
not to be expected.
We now compare finite element predictions for the modulus
and yield strength in the principal material direction over the range
of manufactured mat and composite compositions. The predictions
and experimental measurements of modulus and yield strength are
plotted against bulk density in Fig. 11(c) and (d) respectively. In
broad terms, the predictions of macroscopic modulus and yield
strength from the unit cell model capture the trend in the experi-
ments over the compositional range, although some scatter is
present in the experimental data.
The measured modulus E11 and yield strength sYS11 of the CNT-
epoxy composites are plotted against epoxy volume fraction fe in
Fig. 12(a) and (b), respectively. For composites with 0.17  fB  0.2,
both E11 and sYS11 increase by about a factor of about 5 as the epoxy
content is increased. The presence of epoxy within the pores of the
CNT bundle network restricts the foam-like deformation observed
for CNTmats absent epoxy [57], and this enhances themodulus and
strength. For the range of epoxy content 0.3  fe  0.4, it is also
clear that an increase in CNT bundle volu e fraction from 0.25 to
Fig. 12. The measured modulus (a) and yield strength (b) for CNT-epoxy composites, as a function of composition. (c) CNT bundles are coated with an interfacial layer of enhanced
yield strength upon infiltration. (A colour version of this figure can be viewed online.)
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elastic, perfectly plastic solid that satisfies J2 flow theory. A sum-
mary of all material properties used in the finite element simula-
tions are listed in Table 2.
4.3. Calibration of the unit cell model
The honeycomb model was calibrated via the following steps.
Step (I): the elastic response of the dry honeycomb (absent
epoxy) was determined for uniaxial loading in the x1 and x2 di-
rections, in order to obtain E 1 =E 2 for 30  u  50. The sensi-
tivity of E 1 =E 2 to the initial value of u is shown in Fig. 1(a), and
the measured ratio E 1 =E 2 ¼ 6.4 implies that u ¼ 45.
Step (II): The uniaxial yield strength of the honeycomb unit cell
was predicted for compositions (1) and (9), again for loading in the
x1 and x2 directions. The initial inclination of the unit cell wall u
was set to be 45 for all simulations, but the bundle shear strength
tBy was varied. By matching the predicted macroscopic yield
strength sy1 to the measured value of the CNT dry mat (1), we
deduce tBy ¼ 80MPa. Likewise, by matching the predicted value of
sy1 to the measured value for the CNT-epoxy composite (9) we
deduce that tBy ¼ 250MPa.
4.4. Prediction of the calibrated model
It remains to compare the predictions of the honeycomb model
with the measured uniaxial response of the CNT-epoxy composites.
The measured and predicted stre s-strain responses for tensile
loading in the x1 and x2 directions are shown in Fig. 1(b) for dry
CNT mat (1) with fe ¼ 0, CNT-epoxy composite (4) with fe ¼ 0.14,
and CNT-epoxy composite (9) with fe ¼ 0.79. Adequate agr ement
is evident including the degr e of anisotropy in yield behaviour. We
emphasise that the a proach is an a proximation for the detailed
geometry of the network and so precise quantitative agr ement is
not to be expected.
We now compare finite element predictions for the modulus
and yield strength in the principal material direction over the range
of manufactured mat and composite compositions. The predictions
and experimental measurements of modulus and yield strength are
plo ted against bulk density in Fig. 1(c) and (d) respectively. In
broad terms, the predictions of macroscopic modulus and yield
strength from the unit cell model capture the trend in the experi-
ments over the compositional range, although some sca ter is
present in the experimental data.
The measured modulus E 1 and yield strength sYS1 of the CNT-
epoxy composites are plo ted against epoxy volume fraction fe in
Fig. 12(a) and (b), respectively. For composites with 0.17  fB  0.2,
both E 1 and sYS1 increase by about a factor of about 5 as the epoxy
content is increased. The presence of epoxy within the pores of the
CNT bundle network restricts the foam-like deformation observed
for CNTmats absent epoxy [57], and this enhances themodulus and
strength. For the range of epoxy content 0.3  fe  0.4, it is also
clear that an increase in CNT bundle volume fraction from 0.25 to
Fig. 12. The measured modulus (a) and yield strength (b) for CNT-epoxy composites, as a function of compos tion. (c) CNT bundles are coated with an interfacia layer of enhanced
yield strength upon infiltration. (A colour version of this figure can be viewed online.)
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elastic, perfectly plastic solid that satisfies J2 flow theory. A sum-
mary of all material properties used in the finite element simula-
tions are listed in Table 2.
4.3. Calibration of the unit cell model
The honeycomb model was calibrated via the following steps.
Step (I): the elastic response of the dry honeycomb (absent
epoxy) was determined for uniaxial loading in the x1 and x2 di-
rections, in order to obtain E11 =E22 for 30  u  50. The sensi-
tivity of E11 =E22 to the initial value of u is shown in Fig. 11(a), and
the measured ratio E11 =E22 ¼ 6.4 implies that u ¼ 45.
Step (II): The uniaxial yield strength of the honeycomb unit cell
was predicted for compositions (1) and (9), again for loading in the
x1 and x2 directions. The initial inclination of the unit cell wall u
was set to be 45 for all simulations, but the bundle shear strength
tBy was varied. By matching the predicted macroscopic yield
strength sy11 to the measured value of the CNT dry mat (1), we
deduce tBy ¼ 80MPa. Likewise, by matching the predicted value of
sy11 to the measured value for the CNT-epoxy composite (9) we
deduce that tBy ¼ 250MPa.
4.4. Prediction of the calibrated model
It remains to compare the predictions of the honeycomb model
with the measured uniaxial response of the CNT-epoxy composites.
The measured and predicted stress-strain responses for tensile
loading in the x1 and x2 directions are shown in Fig. 11(b) for dry
CNT mat (1) with fe ¼ 0, CNT-epoxy composite (4) with fe ¼ 0.14,
and CNT-epoxy composite (9) with fe ¼ 0.79. Adequate agreement
is evident including the degree of anisotropy in yield behaviour. We
emphasise that the approach is an approximation for the detailed
geometry of the network and so precise quantitative agreement is
not to be expected.
We now compare finite element predictions for the modulus
and yield strength in the principal material direction over the range
of manufactured mat and composite compositions. The predictions
and experimental measurements of modulus and yield strength are
plotted against bulk density in Fig. 11(c) and (d) respectively. In
broad terms, the predictions of macroscopic modulus and yield
strength from the unit cell model capture the trend in the experi-
ments over the compositional range, although some scatter is
present in the experimental data.
The measured modulus E11 and yield strength sYS1 of the CNT-
epoxy composites are plotted against epoxy volume fraction fe in
Fig. 12(a) and (b), respectively. For composites with 0.17  fB  0.2,
both E11 and sYS11 increase by about a factor of about 5 as the epoxy
content is increased. The presence of epoxy within the pores of the
CNT bundle network restricts the foam-like deformation observed
for CNTmats absent epoxy [57], and this enhances themodulus and
strength. For the range of epoxy content 0.3  fe  0.4, it is also
clear that an increase in CNT bundle volume fraction from 0.25 to
Fig. 12. The measured modulus (a) and yield strength (b) for CNT-epoxy composites, as a function of composition. (c) CNT bundles are coated with an interfacial layer of enhanced
yield strength upon infiltration. (A colour version of this figure can be viewed online.)
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Fig. 4.10 The measured Young’s modulus (a) and yield strength (b) for CNT-epoxy com-
posites, as a function of epoxy and carbon nanotube bundle volume fractions. (c) CNT
bundles are coated with an interfacial layer of epoxy with enhanced yield strength after epoxy
infiltration and cure.
composite compositions. The predictions and experimental measurements of Young’s modu-
lus and yield strength are plotted against bulk density in Figure 4.9c and 4.9d respectively. In
broad terms, the predictions of macroscopic modulus and yield strength from the unit cell
model capture the trend in the experiments over the compositional range, although some
scatter is present in the experimental data.
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The measured Young’s modulus E11 and yield strength σY S11 of the CNT-epoxy compos-
ites are plotted against epoxy volume fraction fe in Figure 4.10a and 4.10b respectively. For
composites with 0.17 ≤ fB ≤ 0.2, both E11 and σY S11 increase by a factor of about 5 with
increasing epoxy content. The presence of epoxy within the pores of the CNT bundle network
restricts the foam-like deformation observed for CNT mats absent epoxy, and so enhances
their Young’s modulus and strength. For the range of epoxy content 0.3 ≤ fe ≤ 0.4, it is also
clear that an increase in CNT bundle volume fraction from 0.25 to 0.35 increases E11 and σY S11 .
The unit cell model suggests a significant increase in the longitudinal shear strength of
the CNT bundles τBy from 80 MPa to 250 MPa upon the coating of CNT bundles with epoxy,
and the source of this increase in bundle shear strength is now discussed. As surmised
in section 2.3.2, the epoxy bonds strongly to the surfaces of the CNT bundles [348, 450],
and forms a layer of enhanced strength, as sketched in Figure 4.10c. It is known from
fractography [74] that this layer of epoxy has a yield strength much above that of the epoxy
matrix which fills the voids within the bundle network: Images of the fracture surface of
direct-spun CNT mat-epoxy composites reveal that CNT bundles protruding from the fracture
surface are coated with this epoxy sheath. Pull-out tests upon individual CNTs embedded in
epoxy reveal that the strength of the epoxy layer which coats the CNTs can be over 350 MPa
[378, 373], even reaching 630 MPa [371]. The epoxy adheres adjacent CNTs within the
outer layer of the bundle, and thereby increases the bundle longitudinal shear strength. Note
that this effect is represented in the 2D unit cell idealisation by increasing the shear strength
of the CNT bundles τBy .
4.5 Concluding discussion
Composites were manufactured by infiltration of direct-spun CNT mats with solutions of
epoxy and acetone. Following curing, the composition of the manufactured composites
varied widely; the volume fraction of CNT bundles varied between 0.11 and 0.35, the volume
fraction of epoxy from 0.01 to 0.79, and the porosity ranged from 0.10 to 0.82. The epoxy
content in the cured composite increased with the concentration of epoxy in the infiltration
solution; the application of a pressure P = 10 MPa in the through-thickness direction after
infiltration was used to attain higher CNT volume fractions. The epoxy matrix does not
penetrate the CNT bundles, but progressively fills the pores between the CNT bundles as the
epoxy volume fraction increases.
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The Young’s modulus, yield strength and ultimate strength of the CNT mat-epoxy com-
posites are significantly above those of the dry CNT mat or cured epoxy. By suitable choice
of composition, composites exhibit an ultimate strength of 410 MPa and modulus of almost
30 GPa. Both values represent an increase in over an order of magnitude compared to the
properties of the as-received CNT mat. The measured electrical conductivity of the mats and
composites scales linearly with CNT volume fraction and is insensitive to the epoxy content.
The CNT-epoxy composite is idealised as a periodic honeycomb network in finite ele-
ment simulations. The model is able to describe the degree of elastic and plastic anisotropy
of the composite and the dependence of modulus and yield strength upon composition. By
suitable correlation of the predicted and measured yield strengths of the composite, the
inferred shear strength of a bundle is found to rise from 80 MPa in the absence of epoxy to
250 MPa when epoxy is present. These values are consistent with effects and values reported
in the literature. It is deduced from comparison of measured composite properties against
composition, and via simulation, that the properties of the composite are sensitive to the
coating of CNT bundles with an interfacial layer of high strength epoxy, the epoxy volume
fraction within the pores, and the CNT bundle volume fraction.
Chapter 5
Effects of immersion and drawing in
solvents and superacids upon the
mechanical and electrical properties of
direct-spun carbon nanotube mats
5.1 Summary
The mechanical and electrical behaviour of a direct-spun carbon nanotube mat is investigated
upon fluid immersion. Infiltration of the mat by acetone, ethanol, toluene, N-methyl-2-
pyrrolidone or chloroform reduces the yield and failure strength from that measured in dry
air by up to 70%, but the ductility and qualitative shape of the stress-strain response remain
unchanged. In contrast, immersion in chlorosulfonic acid reduces tensile strength by almost
2 orders of magnitude, decreases the initial modulus by 3 orders of magnitude, and increases
ductility by up to a factor of 7. A drawing process is then devised where direct-spun mats
are immersed in chlorosulfonic acid and then drawn in chloroform or a weak solution of
chloroform and chlorosulfonic acid to a chosen nominal stress. The infiltrated fluids are
then removed, and the sample dried. The properties of the drawn mats are investigated as a
function of the content of chlorosulfonic acid in the drawing solution, and the tensile stress
applied during drawing. By drawing in this manner, the modulus of the direct-spun CNT mat
can be increased by almost 2 orders of magnitude, and the tensile strength by over a factor of
7. The tensile strength, modulus and electrical conductivity of these drawn direct-spun mats
are much above with those of samples drawn in air or whilst immersed in chloroform.
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Elastic calculations are performed to predict the contact area between adjacent CNTs within
bundles upon the infiltration of organic solvents. The predicted contact area scales linearly
with the measured macroscopic yield strength of the CNT mat, suggesting that the predicted
reduction in contact area between neighbouring CNTs is sufficient to explain the observed
softening in the uniaxial stress-strain response. In contrast, the significant increase in ductility
upon the infiltration of chlorosulfonic acid is attributed to the separation of CNTs within
their bundles due to double layer repulsion. This effect is investigated with experimental
measurements, predictions from the Gouy-Chapman theory, and other findings reported in
the literature.
5.2 Properties and microstructure of direct-spun CNT mat
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Figure 1: Techniques for the characterisation of direct-spun CNT mat: (a) tensile test setup, (b) 
















Figure 2: (a) The in-plane uniaxial stress-strain behaviour at 0°, 90° and 45° to the principal material, and 
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Fig. 5.1 (a) The in-plane uniaxial stress-strain response measured at 0◦, 90◦ and 45◦ from the
principal material direction, and (b) SEM image of the direct-spun CNT mat microstructure.
Direct-spun CNT mats obtained from Tortech Nanofibers Ltd.1 were of nominal thickness
55 µm as confirmed by micrometre measurements and X-ray computed tomography scanning.
Before characterising physical, mechanical or electrical properties, samples cut from the
mat were soaked in acetone for 1 minute, dried in air at room temperature for 15 minutes,
and then heated in an oven at 70 ◦C for 1 hour to remove any residual solvent residue. The
measured density of the direct-spun CNT mat was 240 kg/m3.
1Tortech Nano Fibers Ltd, Hanassi Herzog St., Koren Industrial Park, Ma’alot Tarshiha, 24952, Israel.
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The in-plane stress-strain response of the dry CNT mat in air was measured by conducting
uniaxial tensile tests with a screw-driven tensile test machine at strain rate ε̇ = 10−3 s−1,
for samples cut at 0◦, 45◦ and 90◦ to the principal material direction. The test setup is
as described earlier in Figure 3.1a . The strain state was measured in the central portion
of the sample gauge length by recording the position of dots of white paint applied to the
sample with a digital camera and image processing software. The electrical resistance of the
direct-spun mat was measured using a four-point probe method as illustrated earlier in Figure
3.2a, and the mat microstructure was imaged with a scanning electron microscope2.
The uniaxial in-plane stress-strain response of the as-received direct-spun CNT mat in
air is plotted in Figure 5.1a for samples oriented at 0◦, 45◦ and 90◦ to the direction of
drawing from the CVD reactor. The nominal stress σ and nominal strain ε are based upon
the original sample area and length respectively. The initial linear response is followed
by a yielding-type behaviour at approximately 5% nominal strain. The rate of hardening
increases with increasing strain until failure occurs at a nominal strain between 0.2 and 0.3.
The Young’s modulus as determined from the initial linear portion of the stress-strain curve
is approximately equal to 0.5 GPa for all orientations.
The in-plane electrical conductivity was 46 kS/m, 43 kS/m and 40 kS/m for samples oriented
at 0◦, 45◦ and 90◦ to the principal material direction respectively. An image of the mat mi-
crostructure is shown in Figure 5.1b, revealing the interconnected network of CNT bundles.
The bundles form junctions with one another at crossing points, and where CNTs transfer
from one bundle into another.
2Zeiss Evo LS15 Scanning Electron Microscope, ZEISS House Building 1030, Cambourne Business Park,
Cambourne, Cambridge CB23 6DW.
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Fig. 5.2 Custom-built screw-driven tensile test machine used for measuring the mechanical
properties of direct-spun CNT mats upon fluid immersion.













































































Fig. 5.3 (a) Detail of the self-tightening wrapping grips used for tensile testing of immersed
CNT mat samples, (b) application of dead-loads to investigate the creep response.
Consider the effect of fluid immersion upon the mechanical properties of direct-spun CNT
mats. Tensile tests on samples of direct-spun mat immersed in fluids were performed with a
custom-built screw-driven tensile test machine, as illustrated in Figure 5.2. Self-tightening
wrapping grips were used to apply load to the sample whilst it was immersed in an open-
ended dropping funnel filled with fluid, see Figure 5.3a. The grips and apparatus were
manufactured from brass as it limits attack by chlorosulfonic acid. As described previously,
the strain state in the centre portion of the sample gauge length was measured by recording
the position of dots of white paint applied to the sample before immersion, with a digital
camera and image processing software.
Samples were immersed in ethanol, toluene, NMP and chloroform for 3 hours with no
stress applied, before their tensile stress-strain response was measured whilst immersed at a
strain rate of ε̇ = 10−3 s−1. Similarly, samples were immersed in acetone for 3 hours and
in chlorosulfonic acid for 5 minutes before their stress-strain response was measured for
strain rates ε̇ = 10−4 s−1 to ε̇ = 10−1 s−1. Additionally, direct-spun CNT mat samples were
immersed in chlorosulfonic acid for 5 minutes, before the chlorosulfonic acid was drained
from the dropping funnel and replaced with chloroform. The chloroform was then drained
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after 1 minute and replaced with a solution a solution of chloroform and chlorosulfonic
acid, of acid volume fraction fCSA, and a uniaxial tensile test was conducted with the sample
immersed in this solution, at a strain rate of ε̇ = 10−3 s−1. The volume fraction fCSA of
























Figure 8: Stress-versus strain of direct-spun CNT mats measured in the principal material direction 
(a) whilst immersed in a selection of solvents and in air, (b) whist immersed in chlorosulfonic acid, 
(c) in air and in acetone at different strain rates, (d) whilst immersed in chloroform, or after 
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(d)
Fig. 5.4 (a) Stress-strain response of direct-spun mat whilst immersed in solvents at a strain
rate ε̇ = 10−3 s−1. Stress-strain respons at strain rates from ε̇ = 10−4 s−1 to ε̇ = 10−1 s−1
(b) in chlorosulfo ic acid n (c) in air and acetone. ( ) Stress-strain r sponse in s lutions of
chlorosulfonic acid and chloroform of varying composition after immersion in chlorosulfonic
acid.
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The tensile stress-strain response measured in the fully immersed state in a selection of
solvents and chlorosulfonic acid is compared with that measured in dry air in Figure 5.4a,
for samples aligned with the principal material direction, at strain rate ε̇ = 10−3 s−1. Immer-
sion in the solvents acetone, ethanol, toluene, NMP and chloroform softens the mat: The
tensile strength is reduced by up to 70% compared with that in dry air, but the shape of the
stress-strain response remains qualitatively similar, as does the sample ductility. Additional
softening is evident upon immersion in NMP, chloroform and toluene compared to that in
acetone and ethanol. For acetone, a decrease in the immersion time before tensile testing
from 3 hours to 5 seconds had no noticeable effect upon the stress versus strain response.
The measured stress-strain response upon immersion in chlorosulfonic acid is shown in
Figure 5.4b. Immersion in chlorosulfonic acid leads to an increase in ductility (to 1.3 for
ε̇ = 10−3 s−1), and the ultimate tensile strength is reduced by almost two orders of magni-
tude, to about 0.6 MPa. The nominal stress-strain response measured whilst immersed in
chlorosulfonic acid is relatively linear up to the point of failure. For samples immersed in
chlorosufonic acid, the ductility increases with decreasing strain rate, reaching a value of 1.8
for ε̇ = 10−4 s−1.
The tensile stress-strain response of direct-spun mat samples measured in dry air and whilst
immersed in acetone is plotted in Figure 5.4c for strain rates in the range ε̇ = 10−4 s−1 to
ε̇ = 0.1 s−1. Within this range of strain rates, the stress versus strain response in dry air and
in acetone are largely unaltered.
Now consider the uniaxial stress-strain response of samples immersed in chlorosulfon-
ic acid for 5 minutes, then chloroform for 1 minute, before immersion and tensile testing
in a solution of chloroform and chlorosulfonic acid. The stress-strain response of these
samples is recorded in Figure 5.4d, and compared with the stress-strain response of a sample
immersed in chloroform alone. The stress-strain response of the sample drawn in chloroform
( fCSA = 0) after immersion in chlorosulfonic acid differs considerably from that the sample
immersed in chloroform: initially of low modulus of approximately 4 MPa, the stress-strain
response hardens considerably at strains above 0.4. As the chlorosulfonic acid content fCSA
is increased, the sample ductility initially rises, before the tensile strength drops dramatically,
and the stress-strain behaviour approaches that of the direct-spun CNT mat tested whilst
immersed in chlorosulfonic acid ( fCSA = 1).
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Figure 4: Stress-strain response of direct spun mat whilst immersed in (a) different fluids (b) in chloroform, 
and in solutions of chlorosulfonic acid and chloroform of varying composition after immersion in 
chlorosulfonic acid. Stress-strain response at different strain rates in (c) air and acetone, and (d) in 
chlorosulfonic acid. (e) creep response whilst immersed in different fluids, (f) change in electrical resistance 
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Fig. 5.5 Creep response of direct-spun CNT mats whilst immersed in different fluids.
The creep response was also investigated by applying dead loads to immersed samples of
direct-spun mat via a mass and pulley system, see Figure 5.3b. Samples of d rect-spun mat
were immersed in acetone and NMP for 3 hours, and in chlorosulfonic acid for 5 minutes
before the creep response ε(t) was measured upon application of the dead load; the creep
response in air was also recorded for comparison. The creep strain ε(t) is plotted in Figure
5.5. Negligible creep occurs in dry air, or whilst immersed in acetone or chloroform. In

























































Figure 4: Stress-strain response of direct spun mat whilst immersed in (a) different fluids (b) in chloroform, 
and in solutions of chlorosulfonic acid and chloroform of varying composition after immersion in 
chlorosulfonic acid. Stress-strain response at different strain rates in (c) air and acetone, and (d) in 
chlorosulfonic acid. (e) creep response whilst immersed in different fluids, (f) change in electrical resistance 













Sample immersed in fluid 






𝜖̇ = 10−3 s-1 







Fig. 5.6 Change in direct-spun mat electrical resistance upon fluid immersion.
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Now consider the effect of fluid immersion upon the electrical resistance of the direct-spun
mat. Samples cut in line with the principal material direction were affixed to a glass slide,
whilst their resistance was recorded continuously at a frequency of 10 Hz with the 4-point
probe method of Figure 3.2a using a test current of 10 mA. The sample was then immersed
in acetone, ethanol, toluene, chloroform, NMP or chlorosulfonic acid, and the electrical
resistance recorded. The sample resistance is plotted against time in Figure 5.6, with the
resistance R normalised by the value recorded in dry air prior to fluid immersion, R0. The
resistance of samples immersed in acetone, ethanol and toluene all rise upon immersion,
approaching R/R0 ≈ 1.2. In contrast, the resistance upon immersion in NMP rises then
falls, and upon immersion in chloroform, the resistance falls with increasing time. In
chlorofulsonic acid, the sample resistance drops to approximately 40% of its value in dry air
upon immersion, before rising towards the end of the test; the almost immediate resistance
change upon immersion is indicative of a fast reaction, which achieves equilibrium swiftly.
5.4 Effect of tensile drawing of direct-spun mats upon prop-
erties
Consider the effect of tensile drawing upon subsequent mechanical and electrical properties.
The aim of the following experiments is to investigate if drawing in fluids can improve the
properties of direct-spun mats, and how the properties of mats drawn whilst immersed in
solutions of chlorosulfonic acid and chloroform compare to those drawn in air or organic
solvents.
5.4.1 Drawing processes
Drawing was conducted using the experimental apparatus illustrated in Figure 5.2, with
samples of direct-spun mat of width 5 mm, gauge length 25 mm, and thickness 55 µm. The
samples were cut and drawn in line with the principal material direction. The following
drawing processes were investigated:
Drawing in air
Samples of direct-spun mat were drawn in air at a strain rate of ε̇ = 10−3 s−1 to 80% of their
measured tensile strength in air. The load was then removed, and the samples were removed
from the grips. They were immersed in acetone for 1 minute, dried in air at room temperature
for 15 minutes, and then in an oven at 70◦C for 1 hour to remove any residual acetone.
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Dawing in chloroform
Samples of direct-spun mat were immersed in chloroform for 3 hours, then drawn whilst
immersed at a strain rate ε̇ = 10−3 s−1 to 80% of their measured tensile strength in chloroform.
The samples were then dried in air at room temperature for 15 minutes, whilst the maximum
tension used in drawing was maintained by application of a dead load, and then in an oven
at 70◦C for 1 hour. The load was then removed, and the samples were removed from the
grips. They were immersed in acetone for 1 minute, dried in air at room temperature for 15
minutes, and then in an oven at 70◦C for 1 hour to remove any residual acetone.
Immersion in chlorosulfonic acid and drawing in chlorosulfonic acid and chloroform
One of three routes was used to draw samples using solutions of chlorosulfonic acid and
chloroform, referred to as routes (A), (B) or (C). In all routes, samples of direct-spun mat
were first immersed in chlorosulfonic acid for 5 minutes. The chlorosulfonic acid was then
drained from the dropping funnel and replaced with chloroform for one minute, which was
then drained from the funnel. The samples were then immersed in a fluid, and drawn at a
strain rate of ε̇ = 10−3 s−1, as follows:
Route A: the sample was immersed in chloroform, and drawn until a nominal stress of
10 MPa was reached.
Route B: The sample was immersed in a solution of chloroform and chlorosulfonic acid, of
chlorosulfonic acid content fCSA = 1/64 by volume, and drawn until a nominal stress of 10
MPa was reached.
Route C: The sample was immersed in a solution of chloroform and chlorosulfonic acid, of
chlorosulfonic acid content fCSA = 1/64 by volume, and drawn until a nominal stress of 5
MPa was reached.
When the nominal stress or either 5 MPa or 10 MPa was reached, it was held constant
by application of a dead load whilst the fluid used in drawing was drained from the dropping
funnel, and the samples immersed in chloroform for 20 minutes, acetone for 20 minutes,
and distilled water for 1 hour, drained and replaced every 20 minutes. After confirming that
the pH of the water had returned to neutral after one hour, the dead load was maintained
whilst the samples were dried in an oven at 70◦C for 1 hour, then at 115◦C for a further hour.
The dead load was then removed, and the samples were removed from the grips. They were
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immersed in acetone for 1 minute, dried in air at room temperature for 15 minutes, and then
in an oven at 70◦C for 1 hour to remove any residual acetone.
To investigate the effect of immersion in the fluids used the above drawing processes,
and subsequent fluid removal and heating upon the properties of the mat, an additional route
was defined, named route (D), in which samples were immersed in the same fluids used in
route (B) for the same durations, absent applied load or strain. The samples were then dried
in the oven at identical temperature to routes (A), (B) or (C) but absent any load. They were
then immersed in acetone for 1 minute, dried in air at room temperature for 15 minutes, and
then in an oven at 70◦C for 1 hour to remove any residual acetone.
5.4.2 Properties of drawn direct-spun mats
Now the effects of the above drawing processes on the mechanical and electrical properties of
the direct-spun mat are reported. Tensile tests were used to establish the stress-strain response
of the drawn mat samples. The cross sectional area of the drawn samples varied depending
on the processing route, and was measured by X-ray computed tomography scanning before
tensile testing. The central gauge section of the sample was weighed separately after testing
so that its density could be determined. As described earlier, the electrical conductivity of
the drawn direct-spun mats was established by 4-point probe testing; the length of the central
gauge section was reduced to 12 mm for the measurement of shorter samples.
The nominal and specific tensile stress-strain responses of drawn direct-spun CNT mat
samples are compared with those of the as-received mats in Figures 5.7a and 5.7b respective-
ly. First consider the tensile stress-strain response of direct-spun mat samples immersed in
chlorosulfonic acid, and drawn according to routes (A), (B) and (C). The greatest values of
nominal and specific Young’s modulus and strength were measured for samples drawn by
route (B); their Young’s modulus of approximately 55 GPa exceeds that measured for the
original direct-spun mat by two orders of magnitude. The measured stress-strain response
of the drawn mats is qualitatively different to that of the as-received direct-spun mat—they
are elastic brittle, with failure at strains of less than 1%, and their specific Young’s modu-
lus is approximately 70% of that measured for commercially available carbon fibres [451].
Samples drawn in either air or chloroform possess values of nominal and specific strength
and Young’s modulus much above that of the original dry mat, however their stress-strain
responses remain much below those of samples drawn after immersion in chlorosulfonic acid
by routes (A), (B) and (C).
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Now consider the stress-strain response of samples labelled (D), which were immersed in
identical fluids to those used in route (B), for the same duration. These samples underwent
slight in-plane shrinkage from their dimensions measured before immersion, and their mass
increased by approximately 10%. The slack stress-strain response upon initial loading in
Figures 5.7a and 5.7b is attributed to the wrinkling observed in the samples, accompanied by
increased thickness; otherwise their yield strength and ultimate strength are both close to
that of the original direct-spun CNT mat. It is therefore concluded that the tensile drawing
whilst immersed in routes (A)-(C) is responsible for the enhancement in tensile strength and
modulus, rather than the effects of fluid immersion and removal.
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Figure 9: The (a) nominal and (b) specific stress versus strain response, (c) nominal electrical 
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Fig. 5.7 Nominal (a) and specific (b) stress-strain response of as-received and drawn direct-
spun CNT mat samples.
Measurements of nominal and specific electrical conductivity are given in the bar charts of
Figures 5.8a and 5.8b respectively. The nominal and specific electrical conductivity of direct
spun mat samples were increased by drawing, with the highest values occurring for samples
drawn after chlorosulfonic acid immersion according to route (B). Whilst samples processed
via route (D) absent stretching possess greater electrical conductivity than that of the dry
CNT mat due to doping of the mat by chlorosulfonic acid [121], their nominal and specific
electrical conductivity remains far below that of the mat samples drawn according to routes
(A), (B) and (C).
Images of the microstructure of the direct-spun CNT mat drawn in chloroform and ac-
cording to route (B) are presented in Figure 5.9a and 5.9b respectively. The microstructure
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of the as received direct-spun mat shown earlier in Figure 5.1b has no dominant bundle
orientation, but the microstructures of both drawn samples reveal alignment in the direction
of stretch. The mat drawn according to route (B) has a much denser, aligned microstructure
of carbon nanotube bundles compared with the sample drawn in chloroform.
the draw strain. Consider the chart of specific electrical conductivity against draw strain, Figure 
11(b). Whilst the immersion and subsequent removal of fluids for samples processed according to 
route (D) increases the specific electrical conductivity, the effect is minor when compared to the 
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Fig. 5.8 N minal (a) specific (b) electrical conductivity of s-received and drawn direct-
spun CNT mat samples.
Now consider the Young’s modulus and electrical conductivity of the drawn direct-spun
mats as a function of their respective drawing processes. The Young’s modulus and specific
electrical conductivity of drawn direct-spun mat samples are plotted against the applied
strain during drawing, denoted εP, in Figures 5.10a and 5.10b respectively. The effect of
drawing is to increase the modulus by over two orders of magnitude in the case of mats drawn
according to route (B), and in broad terms the Young’s modulus increases monotonically with
increasing draw strain. Consider the chart of specific electrical conductivity against draw
strain, 5.10b. Whilst the immersion and subsequent removal of fluids for samples processed
according to route (D) increases the specific electrical conductivity, the effect is minor when
compared to the influence of the draw strain for samples drawn according to routes (A), (B)
and (C).
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Figure 5: Nominal (a) and specific (b) stress-strain response, electrical conductivity (c) and specific 
electrical conductivity (d) of as-received and drawn samples of direct-spun mat. Microstructure of direct-
spun mat drawn (e) in chloroform and (f)  according to route (B), as imaged by SEM.  
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Figure 10: Scanning microscopy images of the microstructure of direct-spun m ts drawn  











Figure 11: The (a) modulus and (b) specific electrical conductivity of drawn direct-spun CNT mat 




and Route D. 
Stretched in air or 
chloroform 
Stretched after chlorosulfonic acid 
immersion: Routes A, B and C 
As received 
Route D 
Stretched in air or 
chloroform 
Stretched after chlorosulfonic acid 
immersion: Routes A, B and C 
















Figure 10: Scanning icroscopy i ages of the icrostructure of direct-spun ts dra n 











Figure 11: The (a) odulus and (b) specific electrical conductivity of dra n direct-spun T at 




and Route D. 
Stretched in air or 
chloroform 
Stretched after chlorosulfonic acid 
immersion: Routes A, B and C 
As received 
Route D 
Stretched in air or 
chloroform 
Stretched after chlorosulfonic acid 
immersion: Routes A, B and C 







Fig. 5.10 Effects of processing strain εP and drawing fluid upon (a) Young’s modulus and (b)
specific electrical conductivity for as-received and drawn direct-spun CNT mat samples
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5.5 Discussion
The yield strength and Young’s modulus of direct-spun mats are both reduced by the infil-
tration of different fluids: immersion in acetone, ethanol, toluene, NMP and chloroform all
give rise to a softened stress-strain response compared to that recorded in air albeit of similar
shape, whereas the infiltration of chlorosulfonic acid leads to greatly reduced tensile strength
and stiffness, with ductility much above that recorded in air or whilst immersed in the other
solvents investigated herein. It remains to discuss the microstructural origin of the change in
properties upon immersion in these liquids with regards to the CNT mat microstructure of
interconnected CNT bundles.
In-situ microscopy studies of CNTs and CNT bundles have shown that organic solvents of
surface energy up to approximately 0.18 J/m2 [387, 389] readily flow into the pores between
CNT in bundles and into the CNTs themselves. It is expected that the presence of fluids
within the pores between adjacent CNTs adhered to one another by dispersion forces reduces
the energy of adhesion between their walls [291]. When in contact within bundles, the walls
of CNTs deform locally, allowing them to form areas of contact [263]. It is through these
contacts that forces are transferred between them [279]. Numerous studies (for instance
[254, 262, 263]) have elucidated that this area of contact is sensitive to the CNT diameter,
number of walls, and surface energy between them; predictions of the contact area from
atomistic and continuum theory agree well with experimental measurements [254, 262, 452].
It remains to determine how this contact area will be affected by the infiltration of fluids for
the mat studied herein.
Previously in section 3.4, a model was proposed for the modulus and flow strength of
direct-spun mats, based upon a honeycomb unit cell of CNT bundle struts. This model
captures the observed foam-like deformation in experiment, due to the bending and shearing
of the CNT bundles, and also provided a useful prediction for the properties of direct-spun
mats upon the infiltration and cure of an epoxy matrix, see section 4.4. This model and
other models for the strength of direct-spun fibres [262, 279] argue that the yield strength of
direct-spun materials is sensitive to the shear strength of the bond between adjacent CNTs; in
the case of isotropic direct-spun CNT mats the model of section 3.4 suggests that the macro-
scopic flow strength of the CNT mats σy scales with the longitudinal shear yield strength
of the CNT bundle τB according to σy ∼ τB. Lap shear tests of the bond formed between
overlapping CNTs grown by chemical vapour deposition reveal that the shear strength of
the bond between overlapping CNTs scales linearly with both the contact length and width,
for bond lengths of less than approximately 300 nm [279, 453, 277, 454]. This implies
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that the area of contact between two CVD-grown CNTs possesses a uniform shear yield
strength, which is estimated to lie between approximately 30 MPa and 70 MPa [279]. Now,
micromechanical models of the CNT bundle microstructure are used to estimate how the
geometry and nature of the contact area between adjacent CNTs within bundles is altered
upon the infiltration of organic solvents and chorosulfonic acid within the mat microstructure.
5.5.1 The effect of organic solvent infiltration upon CNT bundle mi-
crostructure
The area of contact where small particles adhere is dictated by the relative contribution of
surface energy and elastic deformation [291]. The well-established JKR theory [455] treats
the edge of the adhesive contact between two particles as an elastic singularity. By equating
the energy release rate at this location to the adhesion energy, predictions of the contact area
may be obtained from elastic calculation.
Images of a cross-sectional view of the CNT bundle microstructure within the mats s-
tudied herein were presented earlier in Figure 4.3 of section 4.3. The images show that CNTs
within the direct-spun mat are typically of 6 nm outer diameter with between 4 and 7 walls,
and flatten against one another to form areas of contact. The CNT bundle microstructure is
simplified here for the purposes of analysis to a hexagonally packed, periodic bundle mi-
crostructure, as illustrated in Figure 5.11a. This simplification facilitates the use of periodic
boundary conditions upon a repeating unit cell of bundle microstructure, see Figure 5.11b.
Consider the mechanical properties and deformation of the CNT walls. The accuracy of
continuum shell theory is well-established for modelling the deformation of individual CNTs
[254, 253]. The in-plane modulus of CNT walls with the typical interlayer spacing of 0.34
nm [1] is often quoted as approximately 1 TPa, yet a shell of this modulus with thickness
equal to the interlayer spacing possesses a flexural bending stiffness far above that of a
graphene layer [254]. Studies in literature have demonstrated that experimental observations
such as the rippling of the walls of multi-walled CNTs in bending [235], the kinking of
single-walled CNTs [248], and the self-collapse of larger diameter CNTs [456, 262] may
be captured by assuming a shell thickness of approximately 0.075 nm, and isotropic elastic
behaviour, with Young’s modulus EG = 4.84 TPa, and Poisson ratio νG = 0.19 [254]. Here,
CNT walls of this thickness are modelled in plane strain with 8-noded continuum finite
elements using quadratic shape functions, see Figure 5.11b. The interlayer region between
adjacent walls is meshed with the same elements; its elastic properties are chosen as follows.
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Consider the nature of the van der Waals bond between adjacent CNT walls. In crystal
graphite, the Young’s modulus measured perpendicular to the basal plane is far below the
in-plane modulus [457, 458], and the shear strength of the bond between adjacent CNT walls
within a CNT is sufficiently small [457, 458] that frictionless slip may be assumed without
consequence [254]. Here, local material orientations 1 and 2 are defined as parallel to the
radial and hoop direction respectively, see Figure 5.11b. The interlayer region is assigned the
following anisotropic elastic constitutive relationship, which relates the elastic stress σi j to














The modulus assigned to the interlayer region in the radial direction is Evdw11 = 28.5 GPa,
as this value corresponds to an overall wall modulus in the radial direction of 36.5 GPa —
the out-of-plane modulus of a graphite crystal [457]. A value for the shear modulus Gvdw12
deduced from measured shear modulus of a graphite crystal [457] in a similar manner gives
rise to stresses far above the measured interlayer shear yield strength [283, 279]. Conse-
quently Gvdw12 is set to be artificially low (0.01 GPa), and simulation results are insensitive to
variation of its value by an order of magnitude either way. For simplicity the modulus in the
hoop direction Evdw22 is set to equal E
vdw
11 ; as the stiffness of the walls in the hoop direction is
dominated by the in-plane stiffness of the graphene layers, variation of Evdw22 has a negligible
effect upon the simulation results.
The relationship between adhesion energy and area of contact was estimated as follows. The
fraction of the CNT wall in contact with its neighbour, denoted Ω, was varied between 0 and
0.8. For a chosen value of Ω a finite element mesh was constructed, with the mesh locally
refined around the edge of the chosen contact area, see Figure 5.11b. Elements at the tip of
the contact area were partially collapsed — the nodes on their sides radiating from the edge
of the contact area were shifted to form so-called quarter point elements [459], to resolve
the singular stress field around the edge. All nodes in the contact area were displaced to a
line parallel with the x-direction, and the location of this line in the y-direction was obtained
iteratively such that the sum of all nodal reaction forces resolved into the y-direction along
its length was equal to zero (the case of no net hydrostatic stress acting upon the bundle).
Suitable refinement of the mesh around the edge of the contact area and calculation with a
J-integral [460] yielded the value of energy release rate, equal to the energy of adhesion.
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The modulus assigned to the interlayer region in the radial direction is set to be 𝐸11
𝑣𝑑𝑤 = 28.5 GPa, 
as this value corresponds to an overall wall modulus in the radial direction of 36.5 GPa – the out-of-
plane modulus of a graphite crystal [62]. A value for the shear modulus 𝐺12
𝑣𝑑𝑤 deduced from 
measured shear modulus of a graphite crystal [62] in a similar manner gives rise to stresses far 
above the measured interlayer shear yield strength [50,64]. Consequently 𝐺12
𝑣𝑑𝑤 is set to be artificially 
low (0.01 GPa), and simulation results are insensitive to variation of its value by an order of 
magnitude either way. For simplicity the modulus in the hoop direction 𝐸22
𝑣𝑑𝑤 is set to equal 𝐸11
𝑣𝑑𝑤; as 
the stiffness of the walls in the hoop direction is dominated by the in-plane stiffness of the CNT walls, 
variation of 𝐸22















Figure 12: (a) The assumed periodic microstructure of hexagonally packed CNTs within their 
bundles, note the definition of contact fraction Ω; (b) the application of periodic boundary 
conditions and simulation setup. 
 The relationship between adhesion energy and area of contact was estimated as follows. The 
fraction of the CNT wall in contact with its neighbour, denoted Ω, was varied between 0 and 0.8. For 
a chosen value of Ω a finite element mesh was constructed, with the mesh locally refined around 
the edge of the chosen contact area, see Figure 12(b). Elements at the tip of the contact area were 
partially collapsed – the nodes on their sides radiating from the edge of the contact area were shifted 
to form so-called quarter point elements [65], to resolve the singular stress field around the edge. 
All nodes in the contact area were displaced to a line parallel with the x-direction; and the location 
of this line in the y-direction was obtained iteratively, such that the sum of all nodal reaction forces 
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Fig. 5.11 (a) Periodic CNT bundle microstructure and ( ) finite element analysis of a repe ting
unit cell of CNT bundle microstructure.
The value Ω is plotted agai st the corresponding value of surf ce en rgy det rmined from
finite element simul tio in Figure 5.12a, for CNTs of 6 nm ou er diameter, with b tween
1 and 7 walls. F r si gle-walled CNTs, the predictions are clos o thos obtained with
an lytical solutions elsewhere in l terature [262]. Note that for a give value of surface
energy, the fraction of the out r wall in contact with n ighbouring CNTs ecreases with
increasing umbers of walls.
Now consider the surface energy of the bond between the walls of neighbouring CNTs
with and without the presence of organic solvents in the pores between them. Accurate mea-
surements of surface energy may be obtained with a surface force apparatus [291]. For dry
graphene layers, researchers using this technique have reported a value of γss = 0.119 J/m2
for few layer graphene and 0.115 J/m2 for single-layer graphene [295]; these values are
close to the measurement obtained through heat of wetting experiments for graphite crystals,
0.130 J/m2 [297, 298]. Here, the surface energy between the dry CNT walls is taken to be
0.119 J/m2.
The surface energy between CNT walls separated in the presence of a fluid, denoted γsls,
is written in terms of the surface energy of the walls γss, liquid γll , and liquid-CNT wall
interface γsl [291] as follows,
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γsls = γss + γll −2γsl (5.2)





Values of γll are listed in Table 5.1, with values of γsls calculated from equations 5.2 and
5.3. Note that upon the infiltration of solvents studied herein, the predicted surface energy
between the walls reduces to between 17% and 33% of its value in air.
Table 5.1 Values of solvent surface energy [86] and predicted surface energy for CNT walls
separated in the presence of solvents.






Now, consider the relationship of the area of contact between neighbouring CNTs and the
macroscopic yield strength of direct-spun mats measured whilst immersed in organic solvents.
Predictions for Ω upon the infiltration of each solvent into the CNT bundle microstructure
are obtained from the charts of Figure 5.12a by setting the surface energy equal to γsls as
recorded in Table 5.1. The yield strength of the direct spun mats measured whilst immersed
in fluids, denoted σy, is defined as the measured nominal stress during tensile testing recorded
at a nominal strain of 0.05. The yield stress measured upon immersion in each solvent and
in the dry state is plotted against the predicted value of Ω for CNTs of 6 nm outer dimeter
with between 4 and 7 walls in Figure 5.12b. In broad terms, the yield strength σy scales
almost linearly with the predicted value of Ω. This linear scaling suggests that whilst the
area of contact between the CNTs is reduced by the presence of solvents within the bundle
pores, the shear yield stress of the bond itself is little changed in comparison to the dry state.
Hence, it is the reduction in contact area between adjacent CNTs which leads to softening
of the direct-spun mat yield strength upon organic solvent infiltration. This observation is
consistent with experimental and numerical studies reported elsewhere, which suggest that
the bond between CNTs grown by chemical vapour deposition possesses an intrinsic shear
yield stress, independent of the width of the contact between them [279, 454].
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Now, consider the relationship between Ω and the macroscopic yield strength of direct-spun mats 
measured whilst immersed in organic solvents. Predictions for Ω upon the infiltration of each solvent  
into the CNT bundle microstructure are obtained by setting the surface energy equal to 𝛾𝑠𝑙𝑠 as 
recorded in Table 1. The yield strength of the direct spun mats measured whilst immersed in fluids, 
denoted 𝜎𝑦, is defined as the measured nominal stress during tensile testing recorded at a nominal 
strain of 0.05. The yield stress measured upon immersion in each solvent and in the dry state is 
plotted against the predicted value of Ω for CNTs of 6 nm outer dimeter with between 4 and 7 walls 
in Figure 13(b). In broad terms, the yield strength 𝜎𝑦 scales almost linearly with the predicted contact 
width Ω. This linear scaling suggests that whilst the area of contact between the CNTs is reduced 
by the presence of solvents within the bundle pores, the shear yield stress of the bond itself is little 
changed in comparison to the dry state. Hence, it is the reduction in contact area between adjacent 
CNTs which leads to softening of the direct-spun mat yield strength upon organic solvent infiltration. 
This observation is consistent with experimental and numerical studies reported elsewhere, which 
suggest that the bond between CNTs grown by chemical vapour deposition has an intrinsic shear 
yield stress, independent of the width of the contact between them [50,56]. 
 











Figure 13: (a) The effect of surface energy upon the fraction of external CNT wall in contact with 
adjacent CNTs, (b) the macroscopic yield strength plotted against the predicted fraction of external 















Fig. 5.12 (a) The predicted fraction of external CNT wall in contact with adjacent CNTs
as a function of surface energy and number of walls for CNTs of 6 nm outer diameter. (b)
The measured yield strength of direct-spun CNT mat samples plotted against the predicted
fraction of external CNT wall in contact for air and upon infiltration of each respective
solvent.
5.5.2 The effect of chlorosulfonic acid infiltration upon CNT bundle
microstructure
The separation of bundled CNTs upon immersion in chlorosulfonic acid is well documented
in literature [395, 405]. Reports of small-angle neutron scattering measurements of single-
walled CNTs dispersed in chlorosulfonic acid inform that they are separated from one another
in a nematic phase with a spacing of between 10 nm and 30 nm between their outer walls
[461]. This measured spacing is consistent with the volume fraction of CNTs in solution,
which may be as high as 15% [395]. Here, it is expected that the infiltration of chlorosulfonic
acid within the bundles separates adjacent CNTs bonded in the dry state by van der Waals
attraction, and this separation results in the major reduction in macroscopic strength and
stiffness observed upon uniaxial tensile testing whilst immersed in chlorosulfonic acid.
The measured ductility and rate-dependent stress-strain behaviour of the direct-spun mat
whilst immersed in chlorosulfonic acid is similar to the behaviour of amorphous polymers
at temperatures above their glass transition, in the so-called rubbery plateau [462]. In these
polymers, the constrained movement of the long-chain polymer molecules relative to one
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another, referred to as reptation, is restricted by a combination of stokes friction and the
dislocation-like slip of van der Waals bonds between adjacent molecules [462]. For the
mat measured here, tensile failure in air follows considerable hardening in the stress-strain
response at a nominal strain of between 0.2 and 0.3. A plausible explanation for much greater
ductility upon immersion in chlorosulfonic acid is that reptation takes place, made possible
by the separation of adjacent CNTs within their bundles.
The immersion of carbon nanotubes in chlorosulfonic acid results in a reversible chem-
ical reaction [406], which endows their outer walls with a net-positive charge. Chlorosulfonic
acid obeys Brønsted-Lowry theory upon reactions with bases, as below.
HA+B  A−+BH+, (5.4)
where HA is an acid, B a base, HA− the conjugate based of the acid, and BH+ the conjugate
acid that results from protonation of the base. At equilibrium, this reversible reaction occurs
in both forward and backward directions at equal rate. In the case of carbon nanotubes and
chlorosulfonic acid, the reaction of equation 5.4 is written as follows [406]:





The carbon nanotube is represented by the molecule Cx. Upon reaction with chlorosulfonic
acid HSO3Cl, the CNT’s conjugate acid CxH+m , accompanied by chlorosulfate ClSO
−
3 in
solution as the conjugate base. This reaction results in a fractional positive charge ζ+ = m/x
associated with each carbon atom within the outer CNT wall [406]. Literature informs that
the frequency of the G-band with approximate wavenumber of 158 mm−1 is sensitive to
the presence of positive charge [395, 308, 463]. The shift of wavenumber upon charging is
denoted ∆G, and the study of charging in double-walled CNTs suggests that ∆G is related to
ζ+ according to ∆G = 35.0ζ++10.1
√
ζ+ mm−1 [463]. Here, a sample of direct-spun mat
was placed between two glass coverslips, and the Raman spectra of the sample was measured
before and after infiltration with chlorosulfonic acid. The spectra are plotted in Figure 5.13.
The measured shift of ∆G = 2.894 mm−1 implies that ζ+ = 0.031. Multiplication by the
areal density of carbon atoms in the outer wall, PS = 3.82×1019 m−2 [308], and fundamental
charge e suggests a surface charge density qs upon the outer wall of 0.19 Cm−2.
It is expected that the presence of surface charge should be accompanied by a potential
difference ψS between the CNT outer wall and surrounding chlorosulfonic acid. Here, ψS
was measured using the electrochemical cell illustrated in Figure 5.14. A sample of direct-
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Figure 7: Measurement of (a) chlorosulfonic acid specific conductance with 4-probe conductivity cell, and 


























Figure 8: The Raman spectra of dry CNT mat and CNT mat immersed in chlorosulfonic acid. Note the shift 















Fig. 5.13 The Raman spectra of dry CNT mat and CNT mat immersed in chlorosulfonic acid.
Note the shift ∆G of the G-band frequency.
spun mat held with a brass grip was partially immersed in a glass beaker of chlorosulfonic
acid. The beaker was electrically connected via a salt bridge containing a weak solution of
chlorosulfonic acid in concentrated sulphuric acid to another beaker of concentrated sulphuric
acid, in which a reference electrode (saturated calomel) was placed. The potential difference
between the reference electrode and brass contact holding the CNT mat was measured with a
potentiostat. Subtraction of the characteristic potential difference of the reference electrode
from the measured voltage yielded a surface potential ψS = 0.54 V.
It remains to explain how the immersion of direct-spun CNT mats in chlorosulfonic acid
separates bundled CNTs. According to equation 5.5, each proton upon the outer CNT wall is
balanced by a negatively charged chlorosulfate ion in solution. It is anticipated that these
ions will be attracted to the positively charged CNT walls by electrostatic force, and that a
resultant region of elevated chlorosulfate ion density forms around the CNT walls, in the form
of an electrical double layer [464]. The double layer around two CNTs in solution is sketched
in Figure 5.15. CNTs in solution are attracted to one another by van der Waals forces. If two








































Fig. 5.14 (a) Experimental apparatus for measurement of surface potential ψS, (b) the
measured surface potential plotted against time upon immersion in chlorosulfonic acid.
gives rise to an electrostatic repulsive force between them, which is sufficient to prevent their
aggregation. The variation of electrical potential and ion distribution within the electrical
double layer and resultant forces which develop between charged particles dispersed in
electrolytes has been widely studied with the theories of Derjaguin, Landau, Verwey and
Overbeek, collectively termed DLVO theory [465, 466]. Now, approximate predictions for
the competing van der Waals and electrostatic interaction potentials are obtained by invoking
the Gouy-Chapman model [464].
An electrical double layer consists of two regions, see Figure 5.15. An inner region, the
so-called Stern layer of thickness δ lies close to the CNT wall; ions may adsorb to the wall
inside this region. Outside, a diffuse region exists where the ion distribution is dictated by
competition between electrostatic and thermal forces. In total, the sum of charge contained
within the outer diffuse layer qD, the inner Stern layer qδ , and upon the surface of the CNT
wall qS, balance as below.
qD +qS +qδ = 0 (5.6)
The DLVO theory is a valid mean-field theory for sufficiently dilute electrolytes, where the
average separation between ions within an electrolytic fluid is far above the Bjerrum length
lB, defined as follows,
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accurate [48], the position of the secondary minimum is nonetheless within the range of 
measurements reported elsewhere in literature with small-angle neutron scattering [71]; note that 










Figure 15: A sketch of the structure of the double layer surrounding CNTs immersed in 

















Figure 16: The predicted DLVO interaction potential as a function of separation distance between 
two parallel CNTs of 6 nm diameter immersed chlorosulfonic acid, for varying values of electrical 
potential 𝜓𝐷 and corresponding surface charge 𝑞𝑆. The van-der-Waals attraction predicted for dry 
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Fig. 5.15 Sketch of the suggested of the double layer structure surrounding CNTs immersed






where ε0εr is the electrolyte permittivity, k the Boltzmann constant and T = 300 K the
temperature. Upon taking the relative permittivity of chlorosulfonic acid from literature as
εr = 60 [467], the Bjerrum length lB ≈ 1 nm. Chlorosulfate ions arranged in a hexagonally
packed lattice with spacing equal to the Bjerrum length would have a number density of
approximately 1.4×1027 m−3. Here, the number concentration of ions in chlorosulfonic acid
was estimated by conductivity measurements taken with a 4-point cell. The measured specific
conductance of 0.135 s/m suggests a bulk ion number concentration of n0 = 1.25×1025 m−3,
which is much below the limiting density estimated above. Further details of the conductivity
measurement technique and this calculation are found in Appendix E.
Consider the decay of electrical potential within the diffuse layer. The value of electri-
cal potential ψ is defined as 0 within the bulk solution, and rises over the diffuse layer to a
value ψD at the boundary between the diffuse and Stern layers — the Stern plane. Within the
Stern layer the potential continues to rise with decreasing distance from the wall, reaching
the value of the surface potential ψS. The well-established Gouy-Chapman theory predicts












The parameter Γ = tanh(eψD/4kT ). The decay constant λD is the Debye length, defined for






Here, the calculated λD based upon the estimated ion density and assumed relative permittivity
is 1.9 nm. The Debye length typically matches the observed decay in experiments for λD > d
[468, 469], where d is the ion diameter. Based upon its molecular volume [291, 467], a
chlorosulfonic acid molecule has diameter d = 0.54 nm, which is much below the estimated
λD. Integration of the ion density as predicted by the Poisson-Boltzmann equation yields the









Consider the charge within Stern layer. The extent of chlorosulfate ion adsorption to the
surface of the CNT wall may be written as a function of the electrical potential at the Stern
plane ψD, the areal charge density corresponding to a monolayer of adsorbed, hexagonally




, and the van der Waals bonding energy between










NA is Avogadro’s constant, and MCSA and ρCSA are the molar mass and volumetric density
of chlorosulfonic acid respectively, with values of 0.117 kg mol−1 and 1753 kg m−3 [467].
Estimation based upon Liftshitz theory [291] informs that |φ | ≪ kT ; hence its value was
omitted without effect.
Now consider the forces that develop between two CNTs of radius R at close proximi-
ty due to the van der Waals attraction and the interaction of their double layers. Upon
neglecting the thickness of the Stern layer, the attractive van der Waals and repulsive double
layer potentials per unit length, denoted UV DW and UDL respectively, are estimated according
to the linear superposition approximation [464] and the Derjaguin approximation [291], and
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are written in terms of the separation distance D between their CNT outer walls, the Hamaker






















The Hamaker constant A between the CNTs approaching across a fluid medium is estimated
using Lifshitz theory [291] as a function of the refractive index µCNT , and dielectric constant
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The dispersion frequency is taken to be that of graphite νe = 3.4×1015 rad s−1 [293]. For
CNT walls interacting across air, (for which ε f = µ f = 0), the Hamaker constant is related
to their surface energy according to A = 24πD20γss [48,83], where the intermolecular cut-off
distance D0 = 0.165 nm [291]. Upon recognising that the relative permittivity of CNT
walls relates to their refractive index according to εCNT = µ2CNT , rearrangement of equation
5.14 followed by substitution of the Hamaker constant derived from the reported surface
energy in literature γss = 0.119 J/m2 [295] suggests that µCNT ≈ 2.01. Now, for the CNTs
attracting across chlorosulfonic acid, for which µ f = 1.437 and ε f = 60 [80], it is estimated
that A = 1.04×10−19 J.
The potential of the interaction between the CNTs, UDLVO, is simply the sum of the van der
Waals and double-layer interaction [464],
UDLVO =UV DW (D)+UDL(D). (5.15)
The predicted potential UDLVO is plotted in Figure 5.16 for values of ψD ranging from 0 V
to 0.125 V; the value of potential ψD and corresponding surface charge qS is annotated,
calculated from the sum of double layer charge qD given by equation 5.10, Stern layer charge
qδ of equation 5.11, and overall charge balance of equation 5.6. The potential ψD = 0.125 V
corresponds to a surface charge of 0.19 Cm−2, equal to that inferred earlier from Raman
measurement.
5.5 Discussion 119
It is expected that upon immersion in chlorosulfonic acid, neighbouring CNTs will be
repelled from one another by short-range electrostatic forces from their position at the prima-
ry minimum [470]. In CNT-chlorosulfonic acid suspensions described in literature, CNTs
may exist in a nematic phase state where they are separated but remain at a short distance from
one another along their lengths, or form an isotropic phase [395]. Note that the magnitude of
both predicted potentials depend identically upon the CNT radius R, hence the shape of the
predicted DLVO interaction potential plotted in Figure 5.16 is invariant to the CNT geometry.
Measurements of the distance between CNTs in a nematic phase obtained from small-angle
neutron scattering suggest that the distance between their walls lies between 9 nm and 34 nm
[461]. At these separation distances, forces calculated with the Derjaguin approximation
may not be considered highly accurate [288], but are nonetheless a small fraction of those
which occur at close separation distances. For the potentials calculated herein, a secondary
minimum is predicted at a position of about 10 nm separation between the CNTs — such a
secondary minimum usually arises in predicted DLVO potentials due to the different decay
rates of van der Waals and electrostatic forces [464]. If sufficiently deep, this secondary
minimum may promote a weaker form of aggregation, where particles are separated at short
distances from one another in the suspension [464]. Other numerical models in the literature
aimed at predicting the phase behaviour of carbon nanotubes in superacid suspensions [470]
suggest that the relative volume fractions of nematic and isotropic phases in suspensions are
sensitive to the depth of an approximated potential well.
5.5.3 The drawing of direct-spun mats whilst immersed in fluids
In summary, the state of bundle microstructure inferred from the experiments and predictions
is sketched in Figure 5.17. The effect of organic solvent infiltration is to reduce the contact
area between adjacent CNTs, but not to separate them or alter the shear yield stress of the
bond between them from that in the dry state. In contrast, the infiltration of chlorosulfonic
acid promotes CNT separation; upon replacement of the chlorosulfonic acid with chloroform,
the measured tensile stress versus strain response lies between that measured upon immersion
in chloroform alone and that measured whilst immersed in chlorosulfonic acid. It appears
that the bonds between adjacent CNTs remain sufficiently weak due to the presence of
residual chlorosulfonic acid which remains after draining and replacement with chloroform.
Chlorosulfonic acid decomposes upon contact with water [467]; its neutralisation by rinsing
after drawing, followed by oven drying, appears to return the strength of the bonds between
adjacent CNTs to a similar value to that before immersion.
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accurate [48], the position of the secondary minimum is nonetheless within the range of 
measurements reported elsewhere in literature with small-angle neutron scattering [71]; note that 










Figure 15: A sketch of the structure of the double layer surrounding CNTs immersed in 

















Figure 16: The predicted DLVO interaction potential as a function of separation distance between 
two parallel CNTs of 6 nm diameter immersed chlorosulfonic acid, for varying values of electrical 
potential 𝜓𝐷 and corresponding surface charge 𝑞𝑆. The van-der-Waals attraction predicted for dry 
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Fig. 5.16 The predicted DLVO interaction potential as a function of separation distance be-
tween two parallel CNTs of 6 nm diameter immersed chlorosulfonic acid, for varying values
of electrical potential ψD and corresponding surface charge qS. The van der Waals attraction
predicted for dry air, in the absence of surface charge, is also included for comparison.
5.6 Conclusions
The reported specific modulus and strength of different macroscopic materials with carbon
nanotubes as their primary constituents vary over several orders of magnitude as a function
of their manufacture and resultant morphology. In the case of direct-spun CNT mats, their
specific modulus in their principal direction as reported in literature varies by almost three
orders of magnitude. Isotropic direct-spun mats deform due to the bending and shearing of
the interconnected bundle network which comprises their microstructure. This foam-like
deformation arises from their random microstructure of CNT bundles which form an inter-
connected network of low nodal connectivity.
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c. The drawing of direct-spun mats whilst immersed in fluids 
In summary, the state of bundle microstructure inferred from the experiments and predictions is 
sketched in Figure 17. The effect of organic solvent infiltration is to reduce the contact area between 
adjacent CNTs, but not to separate them or alter the shear yield stress of bond between them from 
that in the dry state. In contrast, the infiltration of chlorosulfonic acid promotes CNT separation; upon 
replacement of the chlorosulfonic acid with chloroform, the measured tensile stress versus strain 
response lies between that measured upon immersion in chlorosulfonic alone and that measured 
whilst immersed in chlorosulfonic acid. It appears that the bonds between adjacent CNTs remain 
sufficiently weak due to the presence of residual chlorosulfonic acid which remains after draining 
and replacement with chloroform. Chlorosulfonic acid decomposes upon contact with water [80]; we 
suggest that its neutralisation by rinsing after drawing, followed by oven drying, returns the strength 


















Figure 17: The alteration of bundle microstructure during drawing processes 
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Fig. 5.17 The alteration of bundle microstructure during drawing processes.
With the aim of enhancing microstructural alignment through tensile drawing, the stress-
strain response of a direct-spun mat was measured in air and whilst immersed in a range
of organic solvents and chlorosulfonic acid. Immersion in the organic solvents results in
softening, but the shape of the stress versus strain response and ductility remain similar.
The softening observed upon immersion in the common solvents acetone, ethanol, toluene,
chloroform and NMP was attributed to a reduction in the area of contact between adjacent
CNTs: The macroscopic yield strength of the immersed mats was found to scale linearly
with predictions of the contact area between neighbouring CNTs within bundles. In contrast,
the reduction in tensile strength upon chlorosulfonic acid infiltration by approximately two
orders of magnitude is attributed to the separation of the CNTs within their bundles due to
double layer repulsion. Approximate predictions for the forces between two parallel CNTs
immersed in chlorosulfonic acid were obtained with DLVO theory, and suggest that the effect
of double-layer repulsion is sufficient to separate the CNTs into the nematic phase which is
reported in literature [395, 461].
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The immersion of direct-spun mats in chlorosulfonic acid, followed by tensile drawing
in a solution of chlorosulfonic acid and chloroform, acid neutralisation and drying, was
shown to increase the tensile modulus of the mat by two orders of magnitude, and the
ultimate tensile strength by over a factor of 7. The changes in mechanical properties were
attributed to the aligned microstructure of the drawn mats, as opposed to any residual influ-
ence of the infiltrated fluids used in drawing, whilst the specific electrical conductivity was
sensitive to both the applied drawing strain and choice of drawing fluid. The study confirms
the influence of microstructure upon the properties of direct-spun CNT mats, illustrating how
their modulus, strength and electrical conductivity may be enhanced through fluid-assisted
drawing.
Chapter 6
Conclusions and further work
6.1 Conclusions
The walls of individual carbon nanotubes possess exceptional properties: a tensile modulus
of about 1 TPa, tensile strengths from 10 GPa to 100 GPa, and a thermal conductivity of up to
3500 W/mK. These measured values exceed those of all conventional engineering materials.
The measured specific electrical conductivity of carbon nanotube walls varies widely, and
can match that of metal alloys. The measured density, modulus, strength and electrical and
thermal conductivity of macroscopic CNT materials — CNT forests, pillars, foams, mats
and fibres — all span multiple orders of magnitude. Aligned CNT mats and fibres possess a
tensile modulus and strength in the range of metal alloys and other high-performance fibres,
whilst the modulus and strength of isotropic CNT mats of equivalent density is typically
much below that of the aligned CNT morphologies.
To confirm the micromechanical basis of direct-spun CNT mat mechanical properties, a
direct-spun mat was studied. The microstructure of direct-spun carbon nanotube mats consist-
s of an interconnected network of CNT bundles. The bundles are joined at locations where
they cross one another, and where individual CNTs cross from one bundle to another. For
relatively isotropic direct-spun mats, the observation of this microstructure during uniaxial
tensile testing reveals that the bundles do not slip or rotate relative to one another at points
where joints form between them. Instead the bundles remain connected as a network, bending
and shearing as tensile strain is applied. During the tensile stress-strain response, CNT bundle
struts which are initially inclined relative to the direction of tensile strain reorient in line
with the load, and may straighten or kink. Initial yielding is dictated by the longitudinal
shear strength of the CNT bundles, and subsequently the stress-strain response exhibits
considerable hardening as the bundle microstructure reorients in line with the loading di-
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rection. The elastic modulus measured during unloading increases with increasing tensile
strain, and final failure in tension is preceded by a ‘lock up’ in the stress-strain response.
The electrical resistance of direct-spun samples increases by between 20% and 30% of their
initial resistance during tensile testing, confirming that a conductive network of CNT bundles
remains intact up until final failure.
The features of the measured stress-strain response of direct-spun CNT mats described
above are captured with a micromechanical model based up a honeycomb unit cell of CNT
bundle microstructure. In the unit cell model, the CNT bundle struts deform by bending and
shearing upon the application of tensile load. The model provides a useful estimate of the
direct-spun mat modulus and yield strength. It elucidates the sensitivity of the macroscopic
mat modulus and strength to the longitudinal shear modulus and shear strength of the carbon
nanotube bundles, and to the network structure, which by virtue of its geometry leads to
bending and shear deformation of the CNT bundle struts.
The longitudinal shear strength of CNT bundles is sensitive to the area of contact between
adjacent CNTs. This contact area depends upon the diameter of CNTs and number of walls,
and upon the surface energy of the bond between their walls. The infiltration of solvents
reduces the surface energy between CNTs. This decreases the area of contact between the
bundled CNTs, and with it the longitudinal bundle shear strength. This in turn reduces the
macroscopic yield strength of the mat. Upon immersion into chlorosulfonic acid, the CNTs
separate from one another within their bundles. In this separated state they transfer little
stress between one another. This effect reduces the tensile strength of the mat by almost two
orders of magnitude, and increases the ductility more than five-fold over that measured with
tensile tests in air.
The dependence of direct-spun mat properties upon the CNT bundle network geometry
and CNT bundle properties gave rise to the investigation of two different approaches aimed at
enhancing the mechanical and electrical properties of direct-spun mats. In the first approach
the mats were infiltrated with an epoxy-acetone solution, followed by evaporation of the
acetone and cure of the epoxy under the influence of mechanical pressure. In the second
approach the mats were drawn under tension in air, a variety of organic solvents, and in
solutions of chlorosulfonic acid and chloroform, with the aim of aligning the CNT bundle
microstructure and thus restricting its foam-like deformation upon uniaxial tension.
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Consider the effects of the infiltration and cure of an epoxy matrix. Epoxy does not in-
filtrate the CNT bundles themselves. At low matrix volume fractions, the epoxy coats the
bundles, forming a thin layer of enhanced yield strength. Thereafter, the epoxy progressive-
ly fills the voids between the bundles as its volume fraction increases, forming plate-like
structures which extend into the pores until the composites are close to fully dense. The
micromechanical model for the yield strength and modulus of direct-spun CNT mats was also
used to predict properties of the CNT-epoxy composites over their compositional range, and
captures the variation in yield strength and Young’s modulus over the range of manufactured
composite compositions. Calibration of the experimental results with the value of carbon
nanotube bundle longitudinal shear yield strength used in finite element simulation of the
CNT-polymer composite microstructure revealed that the bundle longitudinal shear strength
after infiltration and cure of an epoxy matrix is much above its value in the dry state. This
effect is responsible for much of the increase in the measured mat yield strength upon the
infiltration and cure of an epoxy matrix. In addition, the experiments and model also reveal
that the filling of the pores within the CNT bundle network with an epoxy matrix also
increases the CNT mat yield strength — and results in a Young’s modulus much above that
of the CNT mat in the dry state. The electrical conductivity of the composites scales linearly
with the CNT volume fraction, and is insensitive to the epoxy content.
Now consider the effect of fluid-assisted tensile drawing in solutions of chlorosulfonic
acid and chloroform upon the mechanical properties and microstructure of the direct-spun
CNT mats. The effect of this process is an increase in the direct-spun mat modulus by over
two orders of magnitude, and the tensile strength by a factor of seven. The enhancement
in mechanical properties is attributed to the effect of drawing in the presence of the chosen
fluids, as opposed to any permanent chemical effects resulting from immersion. Microscopy
of the drawn mat samples reveals substantial alignment of the CNT bundle microstructure
in the direction of stretch. This aligned microstructure endows the mats with elastic, brittle
behaviour compared to their ductile, compliant response in the dry state. The electrical
conductivity measured after drawing is increased, due in part to the chemical effects of fluid
immersion, and in part due to drawing. The increase in the Young’s modulus and strength of
the mats upon drawing in solutions of chlorosulfonic acid and chloroform is much above that
obtained from drawing in organic solvents alone.
Direct-spun materials like those studied in this thesis may possess in-plane moduli and
strengths in the range of amorphous polymers. Their Young’s moduli and strength are much
below those of individual CNT walls as a consequence of the weak van der Waals bonds
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between neighbouring CNTs upon which the transfer of stress also relies, and due to their
microstructure which can give rise to compliant deformation of their constituent CNT bundle
network at the microscale. The macroscopic properties of the direct-spun mats are thus
highly sensitive to the arrangement of the CNT bundle networks that comprise them, and to
the strength and stiffness of the bonds between the CNTs within their bundles. In this thesis,
it is the manipulation of the arrangement and properties of the mat’s constituent CNT bundle
network via processing which gives rise to striking enhancement in modulus and strength.
6.2 Further work
6.2.1 The understanding of direct-spun CNT mat properties
The toughness of direct-spun CNT mats
• The measured in-plane toughness of direct-spun CNT mats is relatively high: Ex-
ceeding that of natural composites such as wood fractured perpendicular to the grain
direction, skin, or nacre [471], the toughness lies within the range of metal alloys yet
at a much lower macroscopic density [12]. Initial experiments have indicated that the
in-plane toughness decreases upon infiltration and cure of an epoxy matrix. Whilst
the stress-strain behaviour of the mat was found to be broadly isotropic, the fracture
behaviour was anisotropic – the crack kinking rather than propagating perpendicular
to the principal material direction.
• The micromechanical origin of the in-plane toughness of direct-spun CNT mats remains
to be determined. The relative contributions of CNT breakage and pull-out at the crack
surface versus plasticity within the process zone around the crack tip are yet to be
assessed.
• The high toughness could be investigated by in-situ testing, with observation of the
CNT bundle microstructure surrounding the crack tip. Immersion of the direct-spun
CNT mats in organic solvents would allow variation of the yield strength, and the
shear lag length of CNTs is expected to increase with the decreasing bond area upon
immersion. Such an experiment could inform of the relative importance of crack-tip
plasticity versus CNT breakage and pull-out.
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Variation in the modulus and strength of isotropic direct-spun CNT mats
• The specific tensile modulus and ultimate tensile strength of broadly isotropic direct-
spun CNT mats differs by up to a factor of two in experiment, yet the origin of
this variation remains unclear: it may be due to the properties of the bond between
adjacent CNTs, or the geometrical arrangement of CNT bundles within the network
microstructure.
• This variation could be investigated with finite element analysis of the CNT bundle mi-
crostructure, and through mechanical testing of CNT bundles using nano-manipulation
techniques [472].
The electrical properties of direct-spun CNT materials
• A fundamental understanding of the electrical behaviour of direct-spun CNT mats
remains elusive. The origin of the electrical conductivity in the dry state is of industrial
interest, as is the effect of chemical doping.
• The conductivity of aligned CNT fibres is close to that of highly-oriented pyrolytic
graphite crystals [121]. Literature informs that the electrical conductivity of aligned
CNT fibres is broadly constant over a wide temperature range, but decreases sharply
at low temperatures [121]; in contrast the in-plane electrical conductivity of highly
oriented pyrolytic graphite crystals increases with decreasing temperature [473].
• It remains to measure the electrical conductivity of the direct-spun mats over as a
function of temperature, anisotropy, current density, and frequency. The results from
such experiments could be compared with tests upon samples of highly oriented
pyrolytic graphite, and doped CNT mats. Findings could help to ascertain the electrical
phenomena which limit direct-spun mat conductivity.
6.2.2 The properties and behaviour of direct-spun CNT mat-epoxy com-
posites
The toughness of direct-spun CNT mat-epoxy composites
• The layered CNT mat microstructure endows direct-spun mats with a low delamination
toughness. The effect of epoxy infiltration and cure upon the delamination toughness
of direct-spun CNT mats is yet to be ascertained.
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• The in-plane fracture toughness of composites is sensitive to the shear strength of the
bond between fibre and matrix. By suitable variation of the matrix yield strength, it
may be possible to tune the fracture toughness and strength of the composites. For
instance, the application of a lubricant to CNT bundles or the epoxy coated-bundle
network before further infiltration may increase the fracture toughness though internal
slip and dissipation during crack advance. To date research has focussed on creating
strong bonds between CNTs and polymer matrices, yet longer pull-out lengths and
enhanced toughness may be possible by reducing the bond strength [369].
The modulus and strength of direct-spun CNT mat-epoxy composites
• The compressive yield strength of many fibrous composites is limited my microbuck-
ling rather than axial fibre crush [474]. The compressive yield strength of direct-spun
CNT mat-epoxy composites is yet to be measured — is it equivalent to that in tension,
and what is the effect of anisotropy?
• Whilst the tensile strength and modulus of relatively isotropic CNT mats is greatly en-
hanced upon the infiltration and cure of an epoxy matrix, the effect of epoxy infiltration
and cure upon drawn direct-spun CNT mat properties has not been investigated — the
filling of pores within the bundle network may no longer influence the tensile modulus,
similarly the ultimate strength of aligned CNT mats may be affected differently by the
coating of CNT bundles with epoxy.
6.2.3 Fluid-assisted drawing of direct-spun CNT mats
• The DLVO model used herein to estimate the effects of double layer repulsion between
CNTs upon chlorosulfonic acid immersion informs that the phenomenon of CNT
separation is electrochemical in origin.
• It follows that the application of a voltage between the CNT walls and a surrounding
electrolyte may promote similar effects in other electrolytic liquids.
• If possible, the use of other fluids will enable industrial application of fluid-assisted
drawing processes like that developed in this thesis, and may facilitate convenient
control of the CNT mat strength and modulus during drawing through suitable variation
of the double layer potential.
• Early experiments have revealed that the control of mechanical properties in this
manner during drawing is possible for direct-spun mats immersed in sulphuric acid —
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a voltage of about 1.7 V promotes the ductile, compliant stress-strain behaviour that
occurs upon chlorosulfonic acid immersion. It remains to determine if the effect is
possible in other fluids, and to explore the potential for processing.
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Appendix A
Axial elastic modulus of carbon fibres
The value of reinforcement Young’s modulus ER used in normalisation of the principal carbon
fibre composite modulus is given in Table A.1
Table A.1 Axial Young’s modulus of carbon fibres
CFRP Laminate Carbon fibre Resin ER (GPa) Reference
Unidirectional Modmor type I LY558 Epoxy 410 [361]
laminates Modmor type II LY558 Epoxy 240 [361]
Rolls-Royce fibres LY558 Epoxy 200 [361]
Tenax HS45 fibre LY556 Epoxy 240 [362]
Quasi- Sigmatex 450 gsm Gurit Prime 20LV 212 [363]
isotropic AS4 PEKK 8552 231 [364, 366]
T300 S208, BP907, 230 [365]
4901/(m)MDA
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Fig. C.1 Measurement of the out-of-plane stress-strain response of direct-spun CNT mat.
174 Out-of-plane stress-strain and piezoresistive response of direct-spun CNT mat
Two direct-spun CNT mat samples of width 10 mm, length 50 mm and thickness 70 µm were
placed between glass slides. Compressive stress was applied to the slides by an external
steel frame, see Figure C.1. The central portion of the glass slides was coated with an
electro-deposited gold layer; the capacitance measured between the plates was recorded
during compression testing, from which the distances between the plates and compressive
strain was deduced.
The piezoresistive out-of-plane behaviour was recorded by monitoring the through thickness
resistance upon the application of compressive stress to the experimental apparatus of Figure
3.2b.
The compressive stress-strain reponse and piezoresistive response are presented in Fig-
ure C.2a and C.2b respectively. The out-of-plane stress versus strain response implies a











Fig. C.2 (a) The compressive stress-strain response of direct-spun CNT mat in the through-
thickness direction, (b) the sample resistance measured in the through-thickness direction
versus applied compressive stress.
Appendix D
Finite element analysis of honeycomb
unit cell model
To verify the applicability of beam theory, finite element simulations were performed, with
elastic constants as outlined in Chapter 4. The simulation boundary conditions are illustrated
in Figure D.1.
The volume fraction of the unit cell was varied, and its macroscopic modulus is plotted as a
function of its relative density ρ̄ and shear modulus G12 in Figure D.2. Beam theory with
or without inclusion of axial stretch predicts the macroscopic modulus closely for relative
densities of less than 0.3, and is a useful prediction of the effect of shear modulus G12 upon
the macroscopic modulus.
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Determination of bulk ion number
concentration n0
The specific conductance of chlosulfonic acid was measured with the 4-point probe con-
ductivity cell illustrated in Figure E.1. The cell resistance was determined by passing an
alternating current through the two outer probes, and recording the potential difference
across the two central probes — variation of the current established that the solutions were
linear, and resistance was calculated from the current-voltage relationship. The cell was
calibrated with measurements of dilute solutions of sodium chloride in distilled water, of
known specific conductance [86]. The measured specific conductance of the chlorosulfonic
acid was K = 0.135 S/m — a little under three times that reported in literature [475]. Ions
in chlorosulfonic acid are present as a consequence of the protonation of impurities (bases)
according to the reaction of equation 5.5, and due to self-disassociation of chlorosulfonic
acid via the following reaction [475],
HSO3Cl  SO3Cl−+H+. (E.1)
Now, consider the relationship between the specific conductance K and chlorosulfate ion
concentration n0. The proportion of chlorosulfonic acid molecules α which are disassociated
at any one time and facilitate electrical transport relates to the molar conductivity ΛC =






180 Determination of bulk ion number concentration n0
The limiting molar conductivity is the sum of the limiting molar conductivity λ of each
constituent ion i present in solution, and number of ions in each formula unit mi, which is




Transport measurements in literature on dilute solutions of bases in chlorosulfonic acid have
revealed that the chlorosulfate ion dominates the electrical conductivity of chlorosulfonic
acid, with average mobility λ = 6.95×10−3 Sm2 mol−1 [475]. Taking the mobility of other
ions as null, it follows that α = 1.29× 10−3 from equation E.2, and the bulk ion number

















Fig. E.1 Measurement of the specific conductance of chlorosulfonic acid.
Appendix F
Calculation of double layer and van der










Fig. F.1 The Derjaguin approximation for interaction energy between two parallel cylinders.
Consider two CNTs, both of radius R, with a closest separation distance between their outer
walls of D, see Figure F.1. The gap between the walls Z(x) varies as a function of position x
according to the chord theorem, as follows:
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The interaction energy per unit area U locally between the two walls at position x is a function






























Now, consider the double layer interaction energy. The local energy as a function of distance






where the Debye-Hückel parameter κ = 1/λD. Again by integration,
UDL = 2
∫ x=∞
x=0
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κ
γ
2 exp(−κZ(x))dx (F.7)
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